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AB Title compds. (I; X, X 1 , Y, Y 1 = H, NO2, NH2, alkylamino, dialkylamino, acylamino, OH, 
alkoxy, halo, trihalomethyl, alkyl, formyl, alkylcarbonyl, ureyl, alkylureyl; A = C4H2 bridge 
which is interrupted at 1-3 points by a secondary or tertiary amino group, where 2 N 
atoms may addnl. be bonded to one another by a C1-4 alkylene group), were prepd. as 
neoplasm inhibitors (no data). Thus, anthracene-1,9-dicarboxylic anhydride was refluxed with 
N,N'-bis(2-aminoethyl)-1,3-propanediamine in PhMe to give 50% 
N,N'-bis[2-(1,2-dihydro-1,3-dioxo-3H-dibenzo[de,h]isoquinoline-2-yl)ethyl]l,3-propanediamine^ 
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AN CA61:2985d CAOLD 

IT ***4514-03-8*** ***4514-04-9*** 

RN 4514-03-8 CAOLD 

CN 4>y-Cyclopenta[c]quinolin-4-one, 1,2,3,5-tetrahydro- (7CI, 8CL 9CI) (CA INDEX NAME) 



x. 



RN 4514-04-9 CAOLD 

CN 6<5#)-Phenanthridinone. 7,8,9.10-tetrahydro- (7CI. 8CI. 9CI) (CA INDEX NAME) 
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34 — Aiicydic Compounds 
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tactions rift cyclic enamines. 1. Reaction of cydoaltrene- 
aeo with phenyl teocynnate ond phenylisothiocyanato . Wal- 
ter Ried and Walter Kaeppekr (Univ. Frankfurt/Main, Ger.). 
Ann. 673, 132-6(1964). Cyclic enamines (I; Z « morpholrao, 
» a 3, 4, or 5) treated with 4-RCANCX (II) (R - H or Me, X 
= 0 or S) gave 0-aminocycloalkenecarooxylic and thiocarboiylic G 
acid anil ides (HI), which on sapon. gave 2-oxocydoalkane- 
carboxylic and thiocarboxylic acid anilides (IV). IV were 



HCXNHCJitR-4 



(III) 



(I). I upon sapon. with KOH in remixing MeOH gave 1,2- 
dimcthyJcyclopropene-3-cajboxylic acid (II), m. 77-8° (pentane). 
Reesterifi cation of II gave pure I. Treatment of II with oxalyl 
chloride gave the acid chloride, which with MeOH regenerated I 
and with NHi gave 1 ,2^ime thy Icy clopropene^<arbox amide, m. 
152-3°. I reacted with butadiene 43 hrs. at 78 s to give Me cis~ 
1 ,6-dimcthy]bicyclo[4.1 .0) hept-3-ene-7(«wto>-car boxy late ; free 
acid m. 168.5-0.0°. The acid chloride with 2 equivs. CH*tfi 
gave the diaxoketone (HI); m reflux ed in hexane with Cu 
powder gave 2,4^iroethyltricycloll.l.l.0 l '*Ip€ntan-6-one (IV), 
m . 57-8°, in about 1% yield . Catalytic hydrogenation of IV pro- 



<rv) 



■XH 



(V) 



Y 



(TV) 



cyclized with coned. HtSO* to V. Enamines were prepd. accord- 
ing to Huenig. et ai. ( CA 52, 15443c). I (n = 5) b« 138°. 1(0.1 
mole) in 50 cc. CHCU added dropwise with stirring to 0.1 mole 
U (R = H, X = O) or 0.1 mole XI (R « H, X « S) m 50 cc. 

CHCIi, the soln. let stand a few min. and reflux ed 5 mm., the 

CHCU removed in vacuo quant, as far as possible, the residual oil 
cooled (in some cases sprayed with MeOH), and the solid re* 
crystd. from MeOH gave the following III (X, », R, m.p., and % 
yield given): 0, 3, H, 127°, 92; 0, 4, H, 132°, 93; 0, 6, H, 130°, 
92; S, 3, H, 122*, 93; S, 4, H, 127% 93; S, 6, H, 119% 63; S, 
4, Me, 121-2°, 78 (in this case 0.1 mole I (n « 5) and 0.1 mole II c 
(R « Me, X = S) was heated 15 min. without any solvent and 
worked up] . HI (3 g.) dissolved in 30 cc. 70% HtSO* and kept 
overnight at 0°, the soln. poured on 100 g. ice, and the ppt. 61* 
tered off gave the following TV, adequately pure for cyclization [X, 
n, R, m.p. (cyclohexane), and % yield given]: 0, 3, H, 104°, 73; 
0, 4, H, 106°, 75; 0, 5. H, 101°, 71; S, 3. H, 94°, 70; S, 4, H,— 
97°, 86; S.5.H, 03.5°, 73; S, 4, Me. 92.5°, 70. Crude IV (—1 
g.) and 3 cc. coned. H«SOt heated 15 min. at 100°, the soln. 
poured on 50 g. ice, and the ppt. filtered off, washed with cold 
EtOH, and recrystd. from HCONMe* gave the following V (X, n, 
R, m.p., and % yield given): 0. S^JbL. 158°, 67; 0, 4. H. 273 Q . . 
73; 0, 5, H, 270°, 70; S, 3, H, 246° (decompn.), 71; S, 4, H, a 
rA °° (decompn.). 76; S, 5. H, 239-40° (decompn.), 68; S, 4, 
262° (decompn.), 69. William B raker 

echnola^cal nroblemo -of , the ^vn thesis of 1ncycloj2^r]-2 ,5- 
heptadierie. \JL< Jan" Orlowski, Piotr Swiatkowski, and Marek 

Cieslak (Inst. Org. Ind., Warsaw). Przemysl Chem. 43(4), 210 

13(1964). Calcns. based on thermodynamic data have been 
used to show that the equil. and the rate of monomerization of 
cydopentadiene dimer are favorable for its use with acetylene to 
synthesize bicyclo[2.2.1]-2,5-heptadiene at temps, up to 400°. 

Eugene A. Lojewski 

Catalytic conversions of 6piro[5.6]dodecane on a platinum 6 
catalyst. N. V. Elagiua, A. K. Mirzaeva, Kh. E. Sterui. A. V. 
Bobrov, and B. A. Kazansku. Ncftehhixtiya 4(2), 241-5(1964); 
cf . CA 60, 1617c. Spiro[5.6]dodecane (I) (29.3 g.) was passed 
without carrier gas over 15% Pt on C at 320° at a space velocity of 

0.2 hr . -l The gaseous products amounted to 13 1. and consisted 

of 94.7% H and 5.3% CH 4 . The liquid product was analyred 
by fractional crystallization and gas chromatography, and con- 
sisted of 40 wt. % Phi, 34% unreacted I, 11% ft-bexylbenzeae, 
6% l,2-benzobicydo|0.3.3]octane, 4% benzocycloheptane, 1% 
dicyclohexyl, and 1% n-pentylbenzene. The products were 
accounted for by a mechanism involving rupture at the quaternary / 
C, followed by a series of isomerization and axomati ration reac- 
tions. , K. L. Olivier 

Reaction of 7-norbornadienyl and 7-dehydronorbornyf deriva- 
tives with borohydride under solvdytic conditions — evidence 
for the tricyclic nature of the corresponding cations. Herbert 
C. Brown and Harold M. Bell (Purdue Univ., Lafayette, In-~ 
diana). /. A m. Chem. Soc. 85(15), 2324(1963). The reaction 
of 7-chloronorbornadiene (I) in 65% aq. diglyme IJ&M in NaBH< 
afforded 83% II and 12% ID. Under the same conditions, IV 

fa fa fa fa 



ceeded slowly over Pt in MeOAc with absorption of 2 moles of H 
in 12 hrs. to give 45% and 27%, resp.. cis~ and lram-3, 4-di- 
methylcydopentanone in addn. to 28% unchanged IV. The 
structure of IV was supported by mass, infrared, and nuclear 
magnetic resonance spectra. IV failed to react with semicar- 
bazide-HCl, reacted readily with iodine, and when heated 20 
hrs. at 156° in the presence of hydroquinone gave only polymeric 
material. IV heated 24 hrs. at 198° with di-Me acetyleoedicax. 
boxylate gave dimethyl 4,5-dimethylphthalate and another 
product. B. K. Wasson 

An unusual 1 ,4 -bridging in a cyclohexane ring via on acetyl enic 
function. S. Swaminathan, S. Ramachandran, and S. K. Sao- 
karappa (Univ. Madras, India). Tetrahedron 20(5), 1119-23 
(1984). I, m, 172-3° (Nazarov and Gurvich, CA 50, 5600e) (10 
g.), in 75 ml. MeOH was stirred 6 hrs. at 60° with Nieuwland's 
catalyst (II) (Hennion, et ai., CA 28, 4374 1 ), prepd. from 1.3 g. 
HgO, 1.5 ml. BFi etherate, and 1.5 ml. MeOH, the mixt. treated 
with 10 g. KsCOj, the filtered soln. coned, and extd. with CHCU 
and the dried ext. evapd. to give 6 g. 10-hydroxy-6-oxo-8a- 
methyl - 1,2,3,4,6,7,8,8a • octahydro - la,4a - ethenonaphthalene 
(HI); Ac deriv., prepd. with Ac,0^-MeC«H 4 S0bH I m. 122-3°; 
BrCHtCO deriv. m. 132-3°. When the HgO was omitted and 
the reaction product was chroma tograp hed , 70% of a mixt. of I 
and its epixner (IV) was obtained. TV treated with II in the 
same way as I gave about 30% la-hydroxy-l/8-acetyl-6-oxo-8a- 
methyl-1, 2,3,4,6,7.8, 8a*octahydronaphthalene (V), m. 133- 
3.5°. Redn. of 2 g. Ill with Li in NH, gave 1.2 g. of a dihydro 
compd., CuHisOi, m. 68-9°. 2-Methyl-l,3-cydohexanedione 
(12.6 g.) when refluxed 3 hrs. with Mel and 0.4 g. K in 50 ml. 
MeOH gave 82%2,2-dimethyM,3-cydohexanedtone, bu 103-5*. 
m. 39-40°, which (31.8 g.) treated with HC-CLi (from 1.6 g. Li) 
in 200 ml. BtiO with the addn. of HC-CH gave 26 g. 1-ethynyl- 
l-hydroxy-2,2-dimethyl-3-oxocyclohexane (VI), m. 91-1.5°. 
VI treated with II gave l-acetyH-hydroxy-2,2-dimethyl-3-oxo- 
cyclohexane, m. 124-5°. On the basis of nuclear magnetic 
resonance and infrared spectra the given structural formula is 
proposed for m. 



(I) <-») (TV) (V) 



(V) 

F. E. Brauns 
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Civ) 



(V) 



gave 15% of V, 70% norbomene (VI), and 6-7% aalwiehydro- — 
norbomeol . With L1AIH4 in tetrabydrofuran IV reacted rapidly 
to give 60% V and 34% VI. Solvotysis of I and IV under weakly 
alk. conditions in the absence of NaBH 4 gave, resp., 7-norbom- 

*-nol and anti- 7-norborneol. The high yields of tricyclic hy- 
irbons appear to be more easily rationalised in terms of 
jibrated classical carbonium ions rather than nonclassical h 
carbonium tons. T. W. Brooks 

2,4-Dmiethyltricydo[1.1.1.0* < ]pentan-5-one. W. v. E. Doer- 
big and Martin PomeranU (Yale Univ.). Tetrahedron Letters 
1964(17-18), 961-6. Irradiation of a soln. of Me diaxoacetate 
and 2-butyne gave Me l,2-dimethylcyclopropene-3-carboxylate 



Amino-eubsututed cyclobutanecarbosnmides. Arrom G. Wil- 
son and Leonard Weintraub (to Bristol-Myers Co.). U.S. 
3.133,924 (CI. 260-268), May 19. 1964, Appl. May 31, 1960; 9 
pp. The title compds. are used as analgesics with longer anal- 
gesic effect than other cyclobntane derivs., as central nervous 
system depressants as sludge and color stabilizers in fuel oil, and, 
in combination with phenolic materials, as antioxidants in gaso- 
line. A mixt. of 139 g. tf-isobutenyrpiperidine and 86 g. CH«:- 
CHCO,Me was autodaved 2 hrs. at 180° to give 70% I (R « 1- 
piperidyl, R- » R> - Me, R 1 « H), b,., 103°, n*-° 1.4705. 
Similarly were prepd. the following I: 
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1.4448 
1.4711 
1.4543 
1 4610 
1.4502 
1.4653 
1.4788 



1,4 - Bis(4-methoxycarbonyl -2,2-dimethy)cydobutyl)piperazine 
m. 148°. MetCHCHO ( 180 g.) was added to BujNH over 1/3 hr. 
and the mixt. refluxed 12 hrs. (30 ml. H t O collected) to give 63% 
Me,CH:CHNR» (R « Bu) (II), b»^»., 7f>-2°. «V 1.4409. 
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Justus Liebigs Ann. Chem.. 388 <1912>, 212, C00EN: JLACBF 
Note(s): 

3. Handbook Data 

PRE 

Start: BRN=2869591 anthraquinone-carboxylic acid-(1)-ethyl ester 

Reag: pyridine, hydrazine hydrate 

Reference(s): 

1. Ullmann; van der Schalk, Justus Liebigs Ann. Chem., 388 <1912>, 212, CODEN: JLACBF 
Note(s): 

2. Handbook Data 

PRE 

Reference(s): 

1. Ookunichin; Fain, J.Gen.Chem.USSR (Engl.Transl.l, 34 <1964>, 2385, CODEN: JGCHA4 
Zh.Obshch.Khim., 34 <1964>, 2372, CODEN: Z0KHA4 

2. Gomes, C.R.Hebd.Seances Acad.Sci.Ser.C, 272 <1971>, 668, CODEN: CHDCAQ 

3. Dokunichin; Fain, J.Gen.Chem.USSR (Engl.Transl.), 34 <1964>, 3819. CODEN: JGCHA4 
Zh.0bshch.Khim., 34 <1964>, 3769,3819, CODEN: Z0KHA4 
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AIM 1967:463893 ZCAPLUS 
ON 67:63893 * 

TI Aryl amides of 2-arylamino-l-cyclopentene-l-carbo-thionic acids and their use in the synthesis 

of heterocyclic compounds 
AU Schoen, Jadwiga; Bogdanowicz-Szwed, Krystyna 
CS Univ. Cracow, Cracow, Poland 
SO Rocz. Chem. (1967), 41(1), 89-101 

COOEN: ROCHAC 
OT Journal 
LA Polish 

GI For diagram(s), see printed CA Issue. 

AB Addn. of cyclopentanone aniis to ArNCS (Ar = Ph. p-MeC6H4, or p-CIC6H4) led to 

arylamides (la, Y = NHR) (I) of 2-arylamino-l-cyclopentene-1-carbothionic acids which were 
transformed to l3-diaryl-2-oxo-4-thioxo-5,6-cyclopenteno-1,2,3,4-tetrahydropyrimidines (II) by 
condensation with C0CI2. Hydrolysis of I led to the aryl amides (la, Y = OH) (III) of 
2-hydroxy-l-cyclopentene-l-carbothionic. acid, which were cyclized to 

2-mercapto-3,4-cyclopentenoquinolines (IV) (R = SH). A soln. of 17 g. cyclopentanone and 25 
g. PhNH2 in 200 ml. C6H6 was refluxed 2 hrs. with 0.5 g. aniline zinc chloride until 3.6 ml. 
H20 was removed, and distd. to give 15.5 g. HNHR substitutedH-cyclopentene V (R = Ph), 
b15 125-30.degree.. Heating 17 g. cyclopentanone with 25 g. p-MeC6H4NH2 during 30 min. to 
lOO.degree., then treatment with small portions of 0.5 g. p-toluidine zinc chloride and heating 
1 hr. to ISO.degree. afforded 12 g. V (R = p-MeC6H4), b8 130-5.degree.. Similarly prepd. 
was V (R = p-CIC6H4}, b6 135-8.degree.. An equimolar mixt. of 0.05 mole V and ArNCS 
was heated 2 hrs. at 120.degree., and dild. either with 25 ml. EtOH or a mixt. of 
C6H6-EtOH (1:1) to give a cryst. product, which was sepd. from the diarylthiourea by crystn. 
from C6H6. The following I were reported (R, Rl, m.p., and % yield given): Ph, Ph (VI), 
129-31.degree., 74; Ph, p-MeC6H4, 142-3.degree., 31; Ph, p-CIC6H4, 148-9.degree., 46; 
p-MeC6H4, Ph. 115-16.degree., 56; p-MeC6H4, p-MeC6H4, 155-6.degree.. 20; p-MeC6H4, 
P-CIC6H4, 147-9.degree., 55; p-CIC6H4, Ph, 143-5.degree., 58; p-CIC6H4, p-CIC6H4, 163-4.degree., 
50. A hot soln. of 0.005 mole I in 25 ml. PhMe was treated dropwise at 50-80.degree., 
during 40 min. with 5 ml. 20% C0CI2 in PhMe, the mixt. left overnight, decanted, and the 
oily residue triturated with 20 ml. ligroine to give II. The following II were prepd. (R, Rl, 
m.p.. and % yield given): Ph, Ph, 145-7.degree.. 61; Ph, p-MeC6H4, 129-31.degree., 49; Ph, 
P-CIC6H4, 128-30.degree., 21; p-MeC6H4, p-MeC5H4, 209-10.degree., 70; p-MeC6H4, p-CICSH4, 
137-9.degree„ 55; p-CIC6H4, Ph, 170-1.degree., 38; p-CIC6H4, p-CIC6H4, 176-8.degree., 47. 
Hydrolysis of 1 g. VI in 50 ml. EtOH with 10 ml. 5% HCI during 30 min. under reflux, 
followed by distn. of 25 ml. EtOH and diln. with 250 ml. H20 led to 0.6 g. Ill (R 1 = 
Ph), m. 94-5.degree„ Similarly prepd. were the following III (Rl and m.p. given): p-CIC6H4, 
104-6.degree.; p-MeC6H4. A mixt. of 2 g. IV (R = OH, X = H) (VII), 3 g. PCI5, and 
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30 ml. P0CI3 was refluxed 30 min.. distd. to remove 20 mi: P0CI3. and the residue poured 
into 100 ml. H20 to give 1.3 g. IV <R * CI. X * HI (VIII), m. 118-20.degree. (MeOH). 
Cyclization of 1.5 g. Ill (R1 = Ph) in 15 g. coned. H2S04 (method A) during 30 min. on a 
steam bath followed by pouring into 200 g. ice water led to 12 g. IV (R = SH, X = H) 
(IX). m. 293-4.degree. (AcOH). IX was also prepd. from 4 g. VII and 14 g. P2S5 when 
refluxed 5 hrs. in 150 ml. PhMe. The ppt. formed extd. with hot AcOH gave after concn. 
and diln. with water 1 g. IX. Similarly, a boiling soln. of 13 g. S:C(NH2)2 in 100 ml. EtOH 
treated portionwise with 3 g. VIII (method B), then refluxed 15 min., cooled, and neutralized 
with Na2C03 afforded 3 g. IX; Me thio ether m. 81-3.degree.; PhCH2 thioether m. 
89-91.degree.; SCH2C02H analog m. 160-2.degree.. Similarly prepd. were the following IV (R, 
X. m.p., and method given): SH. CL 290-2.degree., A and B; SH. Me. 272-4.degree.. A. A 
distg. soln. of 15 g. carbethoxy-2-cyclopentanone in 25 ml. xylene was treated dropwise. 
during 1 hr. f with a mixt. of 12 g. p-CIC6H4NH2, 25 ml. xylene, and 1 ml. pyridine. After 
50 ml. distillate had been collected, the residue was cooled and dild. with 25 ml. ligroine to 
give 25 g. p-chloroanilide of 2-hydroxy-1-cyclopentene-1-carboxylic acid (X). m. I15-17.degree. 
<C6H6-ligroine, 1:4). A cold soln. of 13 g. X in 130 g. coned. H2S04 heated 15 min. on a 
water bath and poured into ice afforded 7 g. IV (R = OH, X = C!) (XI). m. 291-2.degree. 
(AcOH). When refluxed 30 min. and worked up as above a mixt. of 2 g. XI. 3 g. PCI5. 
and 30 ml. POCI3' gave 1.3 g. IV (R = X = CI), m. 184-6.degree. (AcOEt). V (R = Ph) (9 
g.) treated dropwise during 45 min. at 20.degree. with 7 g. PhNCO. and the mixt. heated 1.5 
hrs. at 120.degree., and dild. with 20 ml. C6H6 afforded 7.7 g. 

2-anilino-1-cyclopentene-1-carboxylic acid anilide (XII), m. 128-30.degree. (MeOH). XII was 
also prepd. from the above substrates using benzene as the solvent. 
IT ***15882-30-1P*»* 



RIM 
CN 



(prepn. of) 
15882-30-1 ZCAPLUS 

W-Cyclopenta[c]quinoiine, 2,3-dihydro-4-(methylthio)- (8CI) (CA INDEX NAME) 
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AN CA60:11984b CAOLD 

IT »*»4514-04-9*— •*«39161-10-9*»« **»62833-92-5»»* 
RN 4514-04-9 CA0L0 

CN 6(5Ay)-Phenanthridinone, 7,8.9,10-tetrahydro- (7CI. SCI. 9CI) (CA INDEX NAME) 

H 

RN 39161-10-9 CAOLD 

CN 6<5M-Phenanthridinone, 6a,7,8,9,1Q,10a-hexahydro-, trans- (9CI) (CA INDEX NAME) 
Relative stereochemistry. 

H 

RN 62833-92-5 CAOLD 

CN Phenanthridine. 7.8.9,10-tetrahydro- (6CI. 7CI. 9CI) (CA INDEX NAME) 





11983 



Chemical Abstracts 



11984 



Vol. 60 



(XXXIV), m. 182°, and a little XXXV, m. 222-3° (EtOH). 
Hydrolysis of XXXIV with eq. HCI gave 90% iso-Pr CH(C Hr- 
CO»H), (XXXVI), m. 102* (H»0); 72 % di-M e ester (XXXVn) 
bt» 124-6*. VTU (18.1 g.) and 9 f. XXXVI heated 4 hrs. at 
190° (bath) gave 12 g. mixt. of #-homoveratryI-3-isopropyl- 
glutarimide ^ XXXVm ) and iso-PrCH|CH,CONHCH.CH,C,H f . a 
(0Me)i-3,4|i (XXXIX), m. 131- 1.5°; after several days the fU- 
trate deposited 2.6 g. XXXIX, m, 156 ° (EtOH); from this 
mother liquor was isolate d 1 g. J UUUJL, m. 155-6° (Me,CO). 
Vm (9.05 g.) and 5.05 g. XXXV II heate d 3 hrs. at 190° (bath) 
in an open vessel gave 8-10 g. XXXIX , m. 156-7° ; from the 
filtrate was isolated 2.6-3.0 g. XXXV 111, en. 119.6-20° (EtOH). 
The mixt. (m. 131.5°) (1.59 g. ) of XXXYTHand XXXTX refluxed 
12 hrs. in 50 cc. 2N NaOH gave 0.25 g. XXXTX, m. 156°; the 
filtrate made just acid to Congo red with 18% HCI and extd. 
with 1:1 Et*0-C«H« gave 0.06 g. 3,4-(MeOKUHi CH»CH ,NH- 
COCH«CH(Pr-iso)CH»CO»H, m. 129° (MeCO). XXXIV (4.7 b 
£.), 15 cc. POCb. and 50 c c. anhyd . PhMe refluxed 4 hrs. gave 
1 .05 g. mixt . of XXXVm and XXXTX, m. 131°, and 0.35 g. XL; and 
dipicrate m. 195-6° (EtOH). When 25 g. PiO, was used instead 
of POCb, 2.2 g. XL was obtained. XL (2.2 g.) in 25 cc. MeOH 



picrate, and b.p. of debydrogenated product given): Me, 70, 
th-« 174-5°, 148-0*, b,-, 179-80*; Ph, 65, U-* 228-30°. 172-3°. 
fch-, 210-12°; and Bz, 42, th-« 224-5°, 171-2°, h x . t 202-4°. 
The present findings supported earlier observations (Ghosh and 
B., Ice. til.) and pointed to the general applicability of the reac- 
tion. V. K. Ahluwalia 



pounds. Tadashi Masamune, Mitsno Takasugi, Hiroshi Sugi- 
nome, and Masayo Yokoyama (Hokkaido Univ., Sapporo* 
Japan). J. Org. Ckem. 29(3), 681-5(1964); cf. CA 53, 5234rf; 
54, 142514. Several methods for the prepn. of trans- and cis- 
5,6,6a,7 r 8,9,10,10aK>ctahydrt>pheiianthridine3 (cw-I) were de- 
scribed. Confirmation of the configuration of I by stereospecific 
synthesis and the conformation of cis-l were discussed. Bx- 



o9° 




(XU 



haustive methylation of the stereoisomeric I and octahydro- 
acridines resulted in elimination of MeOH. VNJZ 

Synthesis of N^5-dimeAylaminoamyl>-3-<axablcyclo[3 J.l|- 
nonane. Silvano Rossi and Cannela Valvo (Lab. Farm. Maes- 
- tretti S.p.A., Milan). Chim. Ind. (Milan) 42(6), 637-8(1960). 
The title compd. (I) was prepd. for its potential ganglioplegic 



0U« 



reduced with 0.5 g. NaBH 4 in 10 cc. HjO g ave 1 .87 g. XU; 
di-HCl salt m. 228-30° (anhyd. iso-PrOH). XXTV and XLL- 
2HC1 were much less active than emetine-HCl as ameb icides. 

The inf rared spectra of the mixt. of XXXVUI and and of 

xxxix were recorded. Martin J. B raker 

Isoqninoline derivatives. XV. Cydlzation of ethyl a-exyl(>or d 
alkaryl>*r*cylaiwdo-0-phenylpr©piouate. Bhabatosh Bhatta- 
charya (Bengal Immunity Res. Inst., Calcutta). Indian J. 
Chem. 2(1), 25-7(1964); d . CA 55, 23538a; 60, 2888a. 5-Benrr 
yl-6-phenylhydantoin (250 g.) was refluxed 30 hrs. with 3 1. 45% 
aq. KOH, the mixt. filtered, the filtrate acidified ( Congo) with 
HCI, filtered again, evapd. to dryness, extd. with abs. EtOH, 
and the ext. coned, and neutralized (pH 6) with CAN to give 
90 g. PhCH,CPh(NH,)CO,H (I), m. 279-80° (decompn.) 
(aq. EtOH); Ac deriv. m. 284-5° (decompn.) (EtOH). An 
ethanolic soln. of I on satn. with dry Ha at 3-4° 60-70 hrs. 
gave the Et ester (II), 176-8*, « 9 D ° 1.5585; picrate m. 202-3° e 
(EtOH). Similarly, hydrolysis of 5,5*dibenxylhydantoin with 
50% aq. NaOH gave PhCH»CBz(NH»)CO»H (IE), m. 307-*° (ide- 
corapn.); Ac deriv. m. 250-1° (decompn.) (EtOH). m Et ester 
(IV) m. 66-9° (aq. EtOH); picrate m. 195-6° (BtOH). Treat- 
ment of 0.1 mole D or IV with 0.12 mole of the appropriate acid 
chloride in the presence of 60 ml. 10% aq. NaOH gave Et- 
<r-aryl(or alkaryl)-a-acylamido-a-phenyipropionates $V). The 
following V were prepd. (aryl or alkaryl group, acylamido group, 
% yield, and ra.p. given): Ph, NHAc (VI), 69.3, 92-3°; Ph, 
NHBz, 91, 87-8°; Ph, NHCOCH,Ph, 80, 108-7°; Bz, NHAc. 
60.3, 126-7°; Bz, NHBz, 93.5, 100-10°; and Bz, NHCOCHr- 
Ph, 93.5, 113-14° (all compds. were crystd. from EtOH except ' 
VI from petr. ether). V (1 part) and 4 parts PjO» was refluxed 
6 hrs. in 20 parts xylene (dry atm.), the evolved CO collected, 
and the mixt. worked up to give isoqumoHnes. The following 



NM* 0) 



activity. A mixt. of 11.3 g. ghitarimide in 45 cc. ate. and 6 g. 
Me,NH warmed in a sealed tube 7 hrs. at 100-10°, coned., 

triturated with EtiO and recrystd. from EtOAc gave N,N-di- 

methylglutaramide (II), m. 97-8°. II (6 g.) in 80 cc. tetrahydro- 
furan was added to 3.6 g. LiAlHi in tetrahydrofuran, and the 
mixt. refluxed 3 hrs. and decompd. with 0.6 g. NaOH in 18 cc. 
HiO to give Ar,tf-dimetbylcadaverine, b> 54°. Heating this 
with hexahydraisophthalic anhydride 16 hrs. at 140* gave i^-(5- 
dimelJiylaminoamyl)hexahydrOLSOphthalimide, bo-a 197-8°; pic- 
rate m. 112-14° (ale.). Redn. of this in Et,0 with LiAlH* 
gave I, bi 116-18°; picrate m. 164-6° (ale.). Treatment with 
Mel in Me*CO at room temp, gave the terminal quaternary salt, 
m. 172-4° (alc.-Bt*0). L. M. Werbel 

Halogen substitution In chloro- and nitrochlcrocarboxylic 
adds. V. N. Lisitsyn. 7>. Vses. MezJwun. N&uchn.-Tekk*. 
Konf. po Vopr, States* i Printeneniya Organ. KrasiteUi, Ivanovo 
1961, 51-6(Pub. 1982). Heating o-chloro benzoic acid, 3'-chloro- 
2 ,4 '-benzophenonedicarboxylic acid, or 2-chloro-3-anthracene- 
carboxylic acid with 11-13% aq. hexaraethylenimine |side 
product from production of NHj(CH»)jNHi] in the presence of 
CuCU and metallic Cu in an autoclave at 150-60° resulted in 
formation of 70% o-hydroxybenzoic acid, 71% 3 '-hydroxy -2 ,4 - 
benzophenonedicarbozylic acid, and 54% 2-hydroxy-3-anthra- 
cenecarboxylic acid, resp. It was hypothesized that the 
substitution of the CI atom at the o-posrtion with respect to the 
carboxyl group with a hydroxy group takes place through a 
Cu salt and a hexatomic chelate ring. The presence of 1 or 
2 nitro groups at the o- and (or) ^-position with respect to 
the CI atom aided substitution of the latter (under the same 
conditions) by a hexamethylenirnino group. The Cl atom in 
anthraquinone and 3-anthraquinonecarboxylic acid is easily 
replaced by a hexamethylenirnino group in the absence of Cu 



ay- 



(VTJ) 



(VE1) 




(D 



imino-3-anthraquinonecarboxylic acid (I), m. 191.0-2.0*. The 
following were also obtained (% yield and m.p. given): 3-nitro- 
4-h exam ethyl en iminobenxoic acid, 83, 189.0-9.5°; 5-nitro- 
2-hexamethyleniminobsnxoac acid, 70-3, 168.5-0.3°; 3,5-dinitro- 
2-hexamethylentminobenzoic acid, 93, 125.0-6.0°; 3,5-dinitro- 
2-hexa methyl en iminobenzok acid, 91, 216.5-17.5°. From Ref. 
Zh., Kiwn. 1963, Abstr. No. 132hl44. MVRK 



71-2°, — , 249-50°, 188-9° (decompn.); Bz, Me, 66, 56.90 
b,., 179-80°, 1.5098, — , 175-6°; Bz, Ph, 16.4, 69.50, b«-, 
210-12°, 1.6504, — , 175-6°; and Bz, Bz. 16.2, 62.00, th* 202- — 
4°, 1 .6256 , — , 166-7*. The structures of VH were confirmed by 
the superimposable ultraviolet spectra of VII with those ob- 
tained by dehydrogenation of the corresponding 3,4-dihydn>3 
isoquinolines (VTU). The yield of VTU was improved by the 
use of PiOt as condensing agent in place of POCU. Thus, 1 part 
o-acyl<a-benzylphenethylamjde, 3 pails PtOi, and 10 parts » 
PhMe was refluxed 5-6 hrs., cooled, treated with ice-water to 
decompose PtOi, and the clear soln. basified with aq. NaOH 
to give the resp. VIII. VUI were debydrogenated at 240-5° 
with Tetrafin and 10% Pd-C in a COi atm. to yield VII. The 
following VTU (R = Bz) were prepd. (R 1 , % yield, b.p., m.p. 



Epoxy allryi eatero. Shell Internationale Research Maat- 
schappij N.V. Brit. 936,803 (Cl. C 07d), Sept. 11, 1983} 
Neth. Appl. May 19, June 30, and Nov. 30, 1959; 10 pp. 
Bpoxyalkyl- or epoxycycloalkyl esters of an or-alkylalkane- 
monocarboxytic acid (I) are discussed in the invention. The 
ester may be prepd. from the reaction of the salt of an acid and an 
epoxyalkyl halide or a halohydrin. Thus, 1 mole of the dry 
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RN 163685-87-8 ZCAPLUS 




IT **H61500-03-4*** , 1,9-Anthracenedicarboxylic imide 

(starting material; prepn. and structure detn. of aceanthrene green and derivs.) 
RN 161500-03-4 ZCAPLUS 

CN W-Dibenz[cre,/?]isoquinoline-l3(2/y)-dione (9CI) (CA INDEX NAME) 




AB The reported structure of aceanthrene green, a pigment prepd. by KOH fusion of 

U'-anthracenedicarboximide, was found to be incorrect. The structure of the pigment was 
reassigned to 7,8,15,16-dibenzo[a,j]perylenetetracarboxylic diimide on the basis of COSY, NOESY, 
and inversion-recovery 1H NMR expts. N-alkyl- or N-phenyH,9-anthracenedicarboximides, 
aceanthryleno[l,2-b]quinoxaline, and a benzimidazole deriv. of 1,9-anthracenedicarboxylic anhydride 
were found to give the same dibenzo[a,j]perylene structure when reacted in KOH. The 
electronic spectra of these derivs. were reported and, . as predicted by PPP calcns. they 
absorbed in the near-IR. A mechanistic outline for the fusion was proposed on the basis 
of AM1 and frontier MO calcns. 
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1962 781 31— Heterocyclic Compounds 782 

position: ^HOtSC^N-.N (I), Cu ++ , 6.9 X 10~ M ; (h diaroamino)styryl] - 1 - methylcminolinium chloride-HCl, 
HO,CCtH 4 N:N (II), Cu++ 6.3 X 10-". For Ni~ 4 X 53%, m. 238° (MeOH-Me»CO). B. K. Wasson 

10" u and 6.4 X 10"", resp., and for Co**. 3.78 X 10"" Reissert compound studies. II. Nature of the quino- 
and 1.4 X 10" 10 , resp. These complexes evidently contain line. Frank D. Poop, Wm. Blount, and Perry Melvin 
the metal in chelate form between the 1- and the 8-posi- a (Univ. of Miami, Coral Gables, Fla.). J. Org. Chem. 26, 
tions. In acid soln. the following values of equil. con- 4930-2(1961); cf. Ckem.&Tnd.( London) 650(1961). Reac- 
stants were detd. in respect to H + ions: I, pH 4, Cu, 5 X tion of a wide variety of 3-, 4-, 5-, 6-, and 7-substituted 
10" 6 ; pH 5, Ni-*-V 7 X 10"°; pH 5, Co^, 1.15 X 10" 8 ; quinolines with BrCl and KCN in CHtClr-HsO resulted in 
II, pH 3.5, Cu++ 1.28 X 10"*; pH 5, Ni+*6.4 X 10"*; pH the formation of the appropriate Reissert compds. The 
5, Co* 0.69 X 10"*. In these forms the metal is evidently ~~ yields of Reissert compds. were largest when the substituents 
held by chelation between the O atom in the 8-position and were electron-donating groups. No Reissert compds. could 
at the N atom of the azo group. The azo deriv. from 7- be obtained from 2- and ^-substituted quinolines. With 
bromo-8-hydroxyquinoline and PhNfCl must have the azo one exception all the Reissert compds. gave BzH on acid 
group at 6-position. Thie dye does not form complexes l catalyzed hydrolysis. Method A. KCN (0.048 mole) in 
(colors or ppts.) with the above divalent metal salts; this 25 ml. H»0 was treated with 0.16 mole of the quinoline, 
dye, however is an indicator and gives red color in acids, 0.032 mole BzCl added in 2 hrs., stirred 2 hrs., the solid or 
probably due to quinone-hydrazone tautomeric form; addn. oil collected, washed, and then recrystd. from the ap- 
of Cu salt soln. destroys the red color and changes it to propria te solvent. Method B. BzCl (0.032 g ; ) was added 
yellow, similar to that of the above complexes. Spectra of — in 2 hrs. to a mixt. of 0.016 mole of the quinoline in 20 ml. 
the complexes are shown. G. M. Kosolapoff CHjClj, stirred 6-8 hrs. with 0.048 mole KCN in 8 ml. H 2 0, 

Ring enlargement. The Schmidt reaction on 1-hydrin- washed, dried, evapd., and the product sepd. If the prod- 
danone. Giorgio Di Main and Paolo Antonio Tardeila uct was an oil it could be crystd. by treatment with the 
(Univ. Rome). Gazz. Chim. Ital. M, 1345-51(1961). . appropriate solvent. The following quinoline Reissert 
Hydrindanone (I) (1.1 g.) in 10 ml. CHCU treated with 3 compds. were thus obtained (substituent, m.p.. % yield 
ml. HxSO«, to the mixt. 0.63 g. NaN, added portionwise by method A and method S, and the % , BzH obtained by 
with stirring and cooling, the mixt. stirred 1 nr., basified, hydrolysis given): 3-acetanudo, 160-1 , 50, 15, 89; ; J-Nft, 
extd. with CHO,, the exts. washed with Hrf), dried (Na*- 169-70°, 68, 0. 46; 3-Br. 126°, 15, 0, 98; 3-OH, 179-80^, 
S0 4 ), and the solvent evapd. gave 0.98 g. residue (II). A — 58, 0; 4^eO, 173-5 , 71, £?H» 167 "f A « 

sample of II was kept under high vacuum to remove the un- 98, 0, 86; 4-CI, 141 , 33, — , fiw; 4-MeU, I«K) , &z, — t m t 
reached I, then sublimed at 90 V0.04 mm. and the sublimate 5-NH, 187-8°, 63, 0, 99^ (v-NO,, 162-3° 19, -, 10; 5-OH, 
(IE) submitted to infrared spectral detn. n was chro- J72-3' 99 99; ^CO,Me^ 116^17 61, -,93; 6-Me, 
matographed (AWW with C^-CHCl, as eluent to give 144°, 99, 52. 90; 6-Br, 1G^, 48, 40 93 ; 6-NH,, 195 
/raw-octahydrocarbostyril (IV), m. 145-7° Et,0), as first d 95, —. 96; 6-MeO/ 126°, 89, 88, 95; 200-1 , 29, 0, 

fraction, then cu^tahydroisocarbostyril (V). m. 147-51° « -g^?-. 1 *!' & tyJ?^k^'£ 9 &\ %H,u 
(Et,0), and finally /ra«^ctahydroisocarbostyril (VI), m. WMf, U6\ 49. 99; 7-Me. 164-5 . 64. 54 84 ; W)H. 
197-8° (CHOr-Et.0) .The presence of about 20% of cis- 26-7 , 89 WJ^&aS&f'vT- tuR 
octaliydrocarbostyril (VH) in HI was proved by comparison _ }30;1 , 94, 0, — : 7j4-g(Hp ) 171-2 ,20, —, 20, 4,7-0,, 
of the infrared spectrum of HI with that of a mixt. of 22.5% 155°. % 0, ^ 4>^( Me0 >' l 67 ^ ,* ~ 48 ' 5,W F?2 
VH, 38.5% IV, 29% V, and 10% VI. G. Cignarella 182 • ! 94, 43, 84. The acid hydrolysis was accomplished 

' J\ * fV , ... . bvaddine 11 ml. /0.5 g. Reissert compd. of coned. HC1 to an 

Search for new trypanoexdes VH m-^rudinophenyl- ^3 ^ £ compd. Vnd 2,4^initrophenyl- 

fcTS°^ST^l W aJl 5Z?1M2 ^77- e hydr^ne, and the mixt. heated 0.5 nr., left 2 days at room 
Baker Ltd., Dagenham, Engl.). /. CW Soc. 1962, 677- ' d ft f 2,4-dinitrophenylhydrazone of BzH 

9; cf. CA 56. 4,59a. DxazoUzed 2- and 4-amino- « a * B. K. Wasson 

^Iq^ohnium salts coupled with w-aimnobenraimdine- Reissert compds HI Nature of the isoqmnoline. 

zgga&sz SUA a k^sss^t. r^^^SJisfS 

the salt collected, washed, and recrystd. gave 101 g. £<4- < s) L' nc, » d »£ '•? et iS l ^ u A n Sj , "« <5> VZjTJtnSl 

acetamjdostjTylH.metbytauinolinium Me sulfat? (II), BrC la nd I KCN in CH ? a,-H,0 to .give «™Pf s - 

orange needles, m. 297-8 e ld*compn.). Compds. similarly / JS*"'""* , I^^m'^S^^J^^S^^ 

prepd. were: ^(S-acetamWostyolVl-rnethylquinoliruum (DI) [R - substit^t(s)J. ^ Subrta e "^* 

Melulfate, 61% yield, m. 240-2°, and 4-{44cetamido- '^'"^rf^ffvwrB^TJ,; 

stvryl)-l-nieth y lqu&ioliniuni Me sulfate. 74%, m. 274-5° 'ZtW^'JJVi ^ 2 "^«»™r ^ 919 fvt'JS^ 

(detiipn.). iAcetamidoquinaldme (20 g.) heated 1 hx. KCN m CHjClr-H^O yielded 54% sohdj m. 212-13 (alc£ 

Uth 10ml. MtJSO, in 200 ml. anhyd. PhNO, gave 25 ^-^J^ m t ^^9LS^^LSL 
a cetamido-l,2-dimethylquiiK)linhim Me sulfate (Bl), ^K 0 ^/^S^7«iM,lTL , 
prisms, m. 219-20° (ale.). HI (38 g.). 20 g. ^-acetamido- V yielded 23% sobd. CJInNrf). m. 158-« (ale .) Data 
benzaldehyde. 1.6 ml. piperidine, and 100 ml. rfc. refluxed ""J™ 1 ?? of ™ ^ l *^A*-™tl £«A'^™hJ 
1 hr. ( filtered, the solid washed, dissolved in 1.2 1. hot H,0, „ JW.^ ^^£5%!* S"! o^Vh m ?58V 
and lieated with 600 ml. satd. NaCl gave 27 g. 4-acetamidc- 9 P v 5») : ^ /"frs"' U'noa^^Cm 108° / 

2-(4^«tamidostyryl)-l-methvl q uinolinium chloride, orange ^^• M ^f^^^J^^°^ > ' & SK' }1?°/ 
needles, m. 294° (decompn.). II (20 g.) refluxed 2 hrs. ak.,68,— .90. 5-O.N, 148 /ak., 10^0.12. 8-Q ,!«. , 181 / 
with 200 ml. 5* HC1, cooled, the solid filtered off, and ^krrf^ 9 JiSvM^Sf } * - fl? 3 ^^^134') 
crystd. gave 132 g. 2^4-anmK>st y ryy ; l-methylquinolinium - ^^^^^^^'rj^'^Jg^ate a 
chloride-Ha, orange needles, m. 252° (decompn.). SimUar 75 ™» 0 ,so -P rOH V? 8 ' Th^^^^J.JJ^^i^Jlj 
reactions gave: 88% 2^3-aminostyryl)-l-methylqumolin- ~- ? 8 - Formation of III from V was unexpected in view of 
him chloride-HQ. m. 262-4° (decimpn.): 98% 4-(4- the failure of HI to react. C. R. AddinaD 

animostyryl)-l^ethylqtunolmium chloride-HCl. red prisms, . Stenc reipremeats for phonic blockade: synthesis of 
m. 278° (decompn.); 96% 4-ammo-2^4-arninostyryl)-l- * certain [qmnokme] aeetyteme diamines and their denva- 
methylquinolinium chloride-HCl, yellow prismatic needles. John L. Neumeyer (Univ. of Wisconsin, Madison), 

m. 304° (decompn.). The ammostyrylqumoBnium salt U*»- Microfilms (Ann Arbor, Mich.). Order Ao. 02-1189, 
(0.1 mole) in 600 ml. NHC1 diaMtized a't 5-8° by addn. of 68 pp.; Dissertation Abstr. 22, 3001(1962). CA 

75. g. NaNQi, the mixt. stirred 1 hr. at 5-8°, treated with Chemical constitution of enmein, a bitter principle from 

HtSOi, 21 g. I in 40 ml. 2N HC1 and 60 ml. H,0 added Isodon trichocarpus. Takashi Kubota, Teruo Matsuura, 
rapidly, followed by slow addn. of 105 g. NaOAc in 305 ml. Tsutomu Tsutsui, and Keizo Naya (Osaka City Univ.). 
H,0, the soln. stirred 1 hr. at 5-10°, 51 g. NaCl added, the Bull. Chem. See. Japan 34, 1737-8(1961). The structure 
sobd filtered, washed, and crystd. The following 2( or 4)- . of enmein, CsHxOo, m. 274-5, |ot]» -156° (acetone). 
[3(or 4)-(m-amidinophenyldiazoarnino)st\Tyl] -1 -methyl- » was proposed as I on the basis of information previously 
quinolinium chloride-HCl were thus obtained (R sub- presented (Ikeda and Kanatoma, CA S3, 3389a; Taka- 
stituent, crystn. solvent, m.p. of product, and % vield hashi, d al., CA 55, 2690rf). The structure was supported 
given): H, 60% aq. ale, 229°, 70; H, aq. ale. 217*. 37; by catalytic hydrogenation and subsequent analysis of its 
NH», aq. ale, 238-40°, 58. 4-[3-<"i-Amiduiopbeayl- decompn. products by ultraviolet and nuclear magnetic 
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(PPP MO calcns. for identification of near-IR-absorbing pigment candidates) 

6424-79-9 ZCAPLUS 

Dibenzo[/?,//]phenanthro[2,1,10^ <9CD <CA 

INDEX NAME) 




RN 163657-24-7 ZCAPLUS 

CN 0valeno[l,14-c^:6,7-c'^1dipyridine-1,3,10,12(2//,1W)-tetrone (9CI) (CA INDEX NAME) 



0 
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RN 163657-24-7 ZCAPLUS 

RN 163657-26-9 ZCAPLUS 

CN Pyreno[9,10.1-c/e/:4,5,6-<y'e7']diisoquinoline-3.5.10.12(4/y,1W)-tetrone (9CI) (CA INDEX NAME) 




RN 163657-30-5 ZCAPLUS 

CN Dibenzo[3,4:5,6]pyreno[2,1,10-c/e/:7.8,9-^'e7']diisoquinoline-1,3.10,12(2//,1W)-tetrone (9CI) (CA 
INDEX NAME) 



0 




RN 163685-87-8 ZCAPLUS 

CN Dibenz[/7,/7']anthra[2,1,9-o'e/:6,5,10-^'e7']diisoquinoline-1,3,10.12(2/y.1W)-tetrone (9CI) (CA INDEX 
NAME) 




(PPP MO calcns. for identification of near-IR-absorbing pigment candidates 
AB The usefulness of the PPP MO method for the identification of near-IR absorbing pigment 
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L5 ANSWER 7 OF 8 BEILSTEIN COPYRIGHT 1998 BEILSTEIN CD&S 
Note(s): 

4. Handbook Data 

PRE 

Start: anthracene-dicarboxylic acid-(1.9)-monoamide 

Detail: Ansaeuern der alkalischer Loesung mit starken Mineralsaeuern 

Reference(s): 

1. Patent: Kardos, D.R.P. 282711 
Friedlaender, 12,487 

2. Kardos, Chem.Ber., 46 <1913>,2088, CODEN: CHBEAM 
Note(s): 

3. Handbook Data 

PRE 

Start: aceanthrenequinone monoxime 
Reag: concentrated sulfuric acid 
Reference(s): 

1. Patent: Kardos, D.R.P. 282711 
Friedlaender, 12,487 

2. Kardos, Chem.Ber., 46 <1913>,2087,2089, CODEN: CHBEAM 
Note(s): 

3. Handbook Data 

PRE 

Start: BRN=17931 anthracene-1,9-dicarboxylic acid-anhydride 

Reag: ammonium acetate, NH3 

Time: 2 hour(s) 

Yield: 80.00 % 

Temp: 110.0 Cel 

Reference(s): 

1. Desilets, Denis; Kazmaier, Peter M.; Burt, Richard A.; Hamer, Gordon K., Can.J.Chem., 73 
<1995> 3, 325-335, LA: EN, CODEN: CJCHAG 
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AN CA59:15253d CAOLD 
IT 54152-52-2--- 
RN 54152-52-2 CAOLD 

CN W-Cyclopenta[c]pyridine, octahydro- (9CI) (CA INDEX NAME) 
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AN CA57:781d CAOLD 
IT — 20597-B5-3— 

RN 20597-65-3 CAOLD 

CN Isocarbostyril. octahydro- (6CI, 7CI. 8CI> (CA INDEX NAME) 
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AN CA56:15483c CAOLD 
IT —20597-65-3— 
RN 20597-65-3 CAOLD 

CN Isocarbostyril, octahydro- (6CI. 7CI. 8CI) (CA INDEX NAME) 




Copyright © 1997 American Chemical Society (ACS) 
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RN 163685-87-8 ZCAPLUS 

candidates for photogenerator applications is outlined. Several pigments based on the well 
known class of photogenerating N,N'-dialkyl-3,4,9,10-perylenetetracarboxylic diimides were 
investigated and pigments of the dibenzoperylene, bisanthene, and zethrene classes were 
identified as the most promising candidates of the series. On the basis of the predictions, 
7,8,15,16-dibenzo[a,j]perylenetetracarboxylic diimide was prepd. and the validity of the calcns. 
was verified. 



L14 ANSWER 4 OF 33 ZCAPLUS COPYRIGHT 1998 ACS 
AN 1995:353298 ZCAPLUS 
DN 122:187526 

TI Synthesis of quinazoline-2,4-dione and naphthalimide derivatives as new 5-HT 3 receptor 
antagonists 

AU Langlois, M.; Soulier, J. L; Rampillon, V.; Gallais, C; Bremont, B.; Shen, S.; Yang, D.; Giudice, 
A.; Sureau, F. 

CS Fac. De Pharmacie, CNRS, Chatenay-Malabry, 92296, Fr. 
SO Eur. J. Med. Chem. (1994), 29(12), 925-40 

CODEN: EJMCA5; ISSN: 0223-5234 
OT Journal 
LA English 
IT ***161500-03-4*** 

(prepn. and 5-HT3 receptor antagonist activity of quinazolinediones, benzisoquinolinones, 
and -diones) 
RN 161500-03-4 ZCAPLUS 

CN W-Dibenz[£/e,/?]isoquinoline-1,3(2/y)-dione (9CI) (CA INDEX NAME) 




GI 
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AB New potent 5-HT3 receptor antagonists, quinazolidinediones I (R 1 = H, CI, Br, iodo, R2 = H, 
CI, N0 2 , NH 2 , R 3 = H, Me), benzisoquinolinediones II (R = Q, Q 1 , etc., Ri = H, N0 2 , 
CHMe 2 , etc., R2 = H, CI, Br, N0 2 , etc., R 3 = H, R2R3 = CH 2 CH 2 ), and benzisoquinolinones 
III (X = OMe, H), have been designed from the naphthalimide moiety and a quinuclidine 
heterocycle and the structure-activity relationships are discussed here on the basis of the 
nature of the substituent on the arom. system. The biol. activity of the compds. was 
evaluated in binding assays with [ 3 H]BRL-43694 and by inhibition of the Bezold-Jarisch reflex. 
II (R = Q, R 1 = R 3 = H, R 2 = NH 2 ) (IV) with a 4-amino substituent was equipotent to 
the ref. compds. In contrast to the benzamide derivs., the activity resides essentially in 
the (R) enantiomer (Kj = 0.15±0.05nM, ID50 = 1,6Mg/kg/i.v.) and it is demonstrated that the 
addnl. carbonyl group is involved in the inversion of the enantioselectivity of the receptor. 
Conformational studies of (R)-IV demonstrated the presence of a locked structure with 

4- minimal energy conformers which were compared to those of (S)-zacopride. The 
superimposition of the putative active conformers emphasized the presence of a second polar 
group in the binding site. The fluorescent properties of the compds. were studied and 
indicate that (R)-IV and its derivs. may be promising tools for the direct visualization of 

5- HT3 receptors. 



STN INTERNATIONAL® 

CAOLD FILE SEARCH RESULTS - P259347C 16 SEP 1997 20:04:55 PAGE 



L18 ANSWER 18 OF 19 COPYRIGHT 1997 ACS 

AN CA52:14606i CAOLD 
IT •••20597-65-3-* 
RN 20597-65-3 CAOLD 

CN Isocarbostyril. octahydro- (6CI, 7CI, 8CI) (CA INDEX NAME) 
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AN CA51:10527h CAOLD 
IT ***6329-61-9*** 
RN 6329-61-9 CAOLD 

CN Isoquinoline. decahydro- <6CI, 7CI, 8CI, 9CI) (CA INDEX NAME) 




Copyright (g> 1997 American Chemical Society (ACS) 
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similarly reduced, but with the addn. of 1.1 cc. cooed. 60*: o-Me, 12. 143°; s*-Me, 15, 133°; jf-Me, 15, 180°; 
H.S04, absorbed 2.3-2.5 moles H to yield 2.6 g. 5,6,7,8- o-MeO, 5, 139°; .>MeO, 19. 1581; w-O. 28. ISS . 1- 
tetrahydro deriv. (VEI) of HI. m. 82° (petr. ether) (picrate, PhexyU-arylazetidw~i-<mcs from JE and VI at 180-200 . 
m. 268°; HQ salt, m. 228 s ), together with 1.6 g. 1-emino- o-Me, 11.5, 134°; wMe, 12, 87°; ^Me, 22, 109 ; o- 
decabydroisoquinoline monoacetete, m. 183' (Me.CO); a MeO, 39, 108 s ; m-MeO, 16. 96"; iw-Cl, 32, 148 ; ± 
picrate, m. 210". Vm (0.65 g.) in 36 cc. 19% H,SO« Me,N. 62, 155°. 1-Aryl^henylartidtn.2*nes from IB 
diazotized by 0.33 g. NaNO,, the mixt. kept 1 hr. in the and VB at 180-200°: o-Me, 7. 107 s m-Me, 18. 91 ; p- 
coldr^e alk., and extd. with CHCU yielded 0.58 g. "TO. Me. 13, 126 s ; p-MeO. 19, 86 s ; m-Cl, J4. 97°. o- and £ 
The structure of Vm was confirmed by its conversion CI, and o-. m- and^-NO, derm, of VI and VBf ailed to 
according to Grewe. d oi. ( .44. 1994/), through the diazo ~ react with I (to 200 s ) or B (to 80 ^f^ciJ!^h 
compd. to the corresponding Br deriv., m. 48 s (picrate, OMe V™™ m lV5i^ 
m. 105 s ), which was\»talytically reduced to the 5,6,7,8- (VHI) an d PhCH:CHCH:NPh (IX) react by 1.4-ajWn. 
tetrahydro deriv. of IV. VU (1 g.) heated 3 hrs. at 130° VHI with I (3 hrs. boiling in EtOAc) gives 61% 1,3 j,4- 
with 20 cc. POCU in a sealed tube, the cooled mixt. treated b ^/^^^^^^^iV^^^^T^L ft 
witS fee. made ilk., and extd. with ether yielded 0.9 g. b 187< and with 31 gives 47% J •^^^f^i^'rf itt 
VI (halo - Q). b, 120t5°, m: 19-20°; picrate, m. 97-9°. la^X^rahydfoPyjattne, m. 122 - IX mth E grves 
Thus, a sure method with good yields was developed for the 32% W.^^".^^^ 2 ^^^^^, 
prepn. of the VI in 4 steps from m or in 3 steps from V. with HI gives 69% 7,^^yW^«^^2-^t»^ 

H.S.French — m. 87°. VU1 failed to react with EI. II and PhtC.NFh 

Synthesis of 2.64uodi»e from methyl vinyl ketone. ^^^"^ ^ * Ve ft* 
Makoto Tanaka and Niro Murata (Osaka Prefect. Univ., ase ** % »± c *'' B - "» 1 wrt> . , ««H 
Sakai). K6ty6 Ragaku Zasshi 59, 1181-3(1956).-3- Idennflcafion of 2-naphttyl-l-mettybmd^le and d»- 
Carbethoxy-2,6-heptanedione (I), b... 111-12°, prepd. from . phenylpperidinepropane. Detlef Horn (Inst. Aranamittel- 
MeCOCH:CH, (E) by Michael reaction with AcCH.CCV C PfOfung. Jena, Ger.). Phan.ZagghMt «. 182-5 
Et and MeONa in 88% yield, was converted to 2.6-lutidine (1954).-Wlth Mar^ reagent (HCHC^SO^^phOiyl. 
Cm) by the following 4 procedures. I was treated with 1-methyiimidazole (I) gives an intense steel-blue color reac- 
NH, in EtOH to give white crystals, m. 70-80°, which gave tkra and diphenylpipmomepropane (H) an mtense red 
Et 2.6-dimethylnicotinate (IV) by oxidation with air at— color. For a quant, colonmetne detn., 0.672.5 mg. i 1 or 
100-110' 24 hrs. in 59% yield to II. IV was sapond. in ? m sota. was evapd. to drynessand the residue taken up 
EtOH with KOH by boiling 2 hrs. foUowed by heating with in 0.5 ml. 1% HCHO, 25 ml. H1SO4 was added, imxedweU. 
CaO and distn. to give HI. 2,6-Heptanedione (V), pro- and the red color formed within 3 min. detd. at 660 m*. for 
duced by decompn. of I at 500-20° in N. was treated with . I and between 465-496 m* for E. Both compos, gave a 
NH, in EtOH, oxidized with air in xylene at 120-30° 20 hrs., « straight line for values plotted using 0.5-2.5 mg. 
and then extd. with CHCU with NH4OH added to give , t ^ , /VTj- 

26% EI. I (1 mole) with 1 mole hydroxyiamiiie-HCl in Preparation and chemistry of the complexes of 2,S-<li- 
H,0 with 0.5 mole Na»CO» added at the b.p. 5 hrs. gave (o-pyrldyl)pyrrolo. Fr. Hein and Ursula Beterlein (Fned- 
m by extn. with CHCli and distn. in 33% yield to I. _ rich-Schiller Univ., Jena, Oer.). Pharm. ZentralhalU 90, 
Decompn. of I with HiSO, by boiling several hrs. gave only 401-21(1957).— a-PicoUne (93 g.) in 200 ml. H t O heated to 
a slight amt. of EL Katsuya Inouye 80 s with stirring under reflux, 2 moles KMn0 4 added por- 

The preparation of Martams by addition of ketones to but waiting after each ^dn. un^ the temp, re- 

nMhiazolSes and Schiff bases. Robert Pfleger and Alfred turned to 80 s ,. heated 0£hr. more on the boingHjO bath 
Jager (Univ. Erlangen, Ger.). Chan. Ber. 90, 2460-70 e with const, vigorous stirrmg, the ^filter «i hot, the 
(l957).-Reactions It Ph,C:CO (I), PhCH:CO CO.), and Pf*- washed several times with not H£. and thecooled 
CH : :CO (EI) with 2-substituted thkzolines and with azo- ^trate treated with satd. Cu(OAc^ soln. g™**™*.!: 
methines are examd. to det. the influence of substituents on Ou pwjtote (I). I was converted ^ ideotasie aad (H) 
/5-lactam formation. The addns. are hindered by 0- or p-_ »g ff 1 *)^ me ^ °] U 'Z" i^^im rT'^' 
CI or 0-, m-. or ^NO, groups in either ring of PhCH:NPk «g 190 #' • °li 39 H^w'rtteriita 
but favored by J^Cl orVMe.N groups. Me,CHCH,CH:- ^J*^™^^ 1 !* ^t££?A if ^ S^ihlei 
NPh and PhCH,N:CHPh failed to react with I. I was m W-i^^gSO, was contained ^» ^Sox"^ 

prepd. separately and added to the reaction mixt. in EtO- jheH) gave 13 g. B Et ester (EI). Bltrea ^ a «ord' n ^o 
Ac or cA or without solvent. E was prepd. in situ from / «toan and ^^^'^h ^X^A^'J^ 
BzCHN, and freshly prepd. Ag,0. and HlVas introduced (pyndoylethyl)acetate CTf). TV V »t?Ii^te ^ti was 
as gas. Compds. whfch did nit react without catalyst (up 2 g ^totnsiodine : gave di-Et ^aipyndo^ccmate whichwas 
to 200°) did not do so in the presence of BF„ A1CU. Znbl,. cyckted with NHjOAc-HOAc "i^'^"^.^^ 
or FeCU. 2-Mercaptothiazoline (IV) (0.6 g.) and 0.97 g. 3,4^carboryhc acid (V) <h-Et eter (VI) and bydro^wd to 
I shaken 20 min. in an N atm. with 13 cc. EtOAc pptd. 68%-V. V (4 g.) in 10 > t y freshly djstd.^ «'N c H^H.OH boiled 
madam of 2.(diphmylacetyltkio)thiazclidine.2.(a,a.du 1.5 hrs. on the sand bath, cooled, ?tc* 300 ntf. HtOwith 
phenylatetic acid), m. 182°. Thi is hydrolyzed by aq. vigorous sttrnng, kept overnight anc Ithe ppt. fUtered off 
MeOH-NaOH to Ph,CHCO,H and IV, and by PhNH, (2 and washed gave 2.61 f . ■ crude 2.W^py^ndyl|pyiTole 
min. at 100 s ) to Ph,CHCONHPh. IV gave no product „ (^^^^^f^^JS^S^^^^rff 
with H (to 80°) or BI (to 200 s ). 2-Aminothiazoline (V) 0 »• 96 s ; dv-H C'^J^^-J^^J,, fl^Z ^ ld^ 
with I gives first WphenyUcel*midc)tkiasolin*, m. 193 s . &f^-)^T&£* t ? P \?^,Z"f, t ^^k fn^hS, 
then the fUactam of Z^'^^to^XfaW..^ highly Purged N. thV^^^cW^od undlr N) 
(a.a-diphenylacaie add),m. 125 s (or 147°) (sic). V cooted and kept underK. Fe(OAc)f (prepd. *0 
failed to react with B or EI. 2-Acetamidothiazoline with 1- 0.5 g.) in 25 ml. «^ fUte^hrough kiese^uhr 

gave 54% (or 44%) (sic) (lactam of HacttamidHhiatoli, '"to 1 g. JjM^l»w*- 71 *S^S,*52S« ■ 
dineywZcHliphenjlacau add), m. 147 s (or 125°) (sic), the ppt. filtered off , .washed 3 ijruesmth J"f; 
2-Ph^l-5,5^emyl^carbomethoxy)thiioline did not EtOH-HAand dried gave mg. Fe(II) ~«P»«. 
react with I. The following were prepd. 1,3,3-THphenyU- . Vffl**!. abs ' Et0 iL A. rwin The 
arylasetidin-Z^nes from lind ArCH:NPh (VI) (4-substit- h 208°. . Similarly was prepd. ^«S^ n > ^ p '"- J5 
uent, % yield, reaction temp., and m.p. given): e-Me, following '^^^^^^^^J?'^^ 
52. 70-&)*, 168 s ; »-Me. 63. 70-80 s , 107^ s ; ^Me, 72, Md ny>. n«) ! ^J™j^'. , "i!^' 
room temp., 171 s ; o-MeO, 30, 70-80°. 236 s ; «SleO. 21, Jf^. 2 ^^"] ^\hlJ£Zd a^lotex' 

150 s . 240 s ; t*a. 71. room temp., 176.5°; ^Me,N, 67,_l«5-6°; A^I), 214 . Fed, and VB f 9™^ a ^*f' 
room temp.. 173.5°. l-ArylJ,3MHpkenylasetidi».2-<mu, decomp. 265°. William BnUcer 

from I and PhCH:NAr (VB) at room temp. (4-substituent, Syntheses of piperazinea. IX. Stereoisomers of 2,3- 
% yield, and m.p. given): o-Me, 72, 165 s ; fs-Me, 69, dimemylpiperttzine. Takeo Ishiguro, Euchi Kitaraura, 
166^°; *-Me, 21, 169°; o-MeO, 55, 160°; fr-MeO, 16, MasaB Matsumura, and MasaaW Awamura (UmvJCyoto). 
204 s ; f»-Cl, 98, 183 s . l,3-Diphenyl-4+rylaiietidiH-2-<mef » YakvgahvZasshiTS, 338-41(1958); cf. CA. 52, 11862«— a-2. 
from B and VI at 40-50°: H, 35, 133°; o-Me, 21, 138°; 3-Dimethyhj»iperazine (I) (2.85 g.) in 30 ml. M«*CO treated 
m-Me, 20, 129°; £-Me. 14. 117.5 s ; o-MeO, 25, 124°; with 11.6 g. d<r-camphorsulfonic acid (E) in 80 ml. Me»CO 
m-MeO, 29, 136°; w-Cl, 13.6, 131 s ; ^Me,N. 90, 153°. and the product filtered gave 14.1 s. chU v-comphersul- 
1-A rylS,4-dipInaylaseHdin-2-mifs from E and Vn at 40- foaaU (EI), needles, m. 317-22°, W\? 18.5°; TO treated 
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RN 73975-15-2 ZCAPLUS 

Diels-Alder reaction of III with fumaronitrile gave I (R = R 2 = cyano, R1 = H). Ill was 
aromatized, the Diels-Alder adduct of 2-<1-naphthyl)furan with Me02CCiCC02Me was prepd. and 
converted to di-Me 3-hydroxy-6-(1-naphthyl)phthalate (IV), IV was heated with polyphosphoric 
acid to yield II, and II reacted with N2H4 to give a phenalenophthalazinone deriv. 



L14 ANSWER 10 OF 33 ZCAPLUS COPYRIGHT 1998 ACS 
AN 1980:22393 ZCAPLUS 
DN 92:22393 

TI 1-Amino-4-phenylisoquinoline derivatives 
IN Simmonds, Robin George 
PA Aspro-Nicholas Ltd., Engl. 
SO Brit., 16 pp. 

CODEN: BRXXAA 
DT Patent 
LA English 
FAN.CNT 1 

PATENT NO. KIND DATE APPLICATION NO. DATE 

PI GB1545767 A 19790516 75GB-0031144 19760630 

IT ***72240-23-4P*** »»»7224Q-24-5P*»* 

(inflammation inhibitor, prepn. of) 
RN 72240-23-4 ZCAPLUS 

CN Benzo[6,7]cyclohept[l2,3-cTe]isoquinolin-3-amine, 7,8-dihydro-/V-methyl- (9CI) (CA INDEX NAME) 




RN 72240-24-5 ZCAPLUS 

CN 7/y-Dibenz[c/e,/7]isoquinolin-3-amine, /V,7,7-trimethyl- (9CI) (CA INDEX NAME) 




Me Me 
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RN 72240-24-5 ZCAPLUS 

IT »»»7224Q-21-2P»»» »W2240-22-3P«»» »»»72240-27-8P«»« 

(prepn. and central nervous system activity of) 
RN 72240-21-2 ZCAPLUS 

CN [l]Benzopyrano[4.3.2-£te]isoquinolin-3-amine, /V-methyl- (9CI) (CA INDEX NAME) 




RN 72240-22-3 ZCAPLUS 

CN [l]Benzothiopyrano[4,3,2-Gte]isoquinolin-3-amine. /V-methyl- (9CI) (CA INDEX NAME) 




RN 72240-27-8 ZCAPLUS 

CN 8tf-[2]Benzoxepino[5,4,3-cfe]isoquinolin-3-amine. /V-methyl- (9CI) (CA INDEX NAME) 




IT »»»72240-26-7P»»« 

(prepn. of) 
RN 72240-26-7 ZCAPLUS 

CN 7//-[l]Benzoxepino[5.4,3-tfe]isoquinolin-3-amine, A/-methyh (2Z)-2-butenedioate (1:1) (9CI) (CA 
INDEX NAME) 

CM 1 

CRN 72240-25-6 
CMF C17H14N2O 
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RN 72240-26-7 ZCAPLUS 




CM 2 

CRN 110-16-7 
CMF C4H4O4 

CDES 2:Z 

Double bond geometry as shown. 




C0 2 H 



IT »W2240-50-7P**» 

(prepn. of, as intermediate in benzopyranoisoquinoline prepn.) 
RN 72240-50-7 ZCAPLUS 

CN [l]Benzopyrano[4 / 3,2-^e]isoquinolin-3(2/y)-one, 1-methyl- (9CI) (CA INDEX NAME) 



GI 
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RN 72240-50-7 ZCAPLUS 

AB The prepn. is described of title compds. I (R, Ri = H, C1-12 alkyl; RNR 1 = piperazinyl 
optionally substituted by C1-12 alkyl or hydroxyalkyl; /? = 0-3;/7? = 0-4; R2,R3 = 
C1-12 alkyl optionally substituted by >1 halo, C1-12 alkoxy, halo; R 4 = H, C1-12 alkyl; R*,R6 = 
H or Ci-i2 alkyl, alkylthio, alkoxy; R 5 R 6 = bond, 0, S, C1-3 alkylene optionally contg. >1 0 
or S), which show antiinflammatory (esp. antirheumatic) and/or central nervous system 
activity. Thus, 3-dimethylamino-7,8-dihydrobenzo[l,2]cyclohepta[3.4.5-c/e]isoquinoline hydrogen 
maleate was prepd. from dibenzo[atf]suberone by sequential treatment with NaH/Me3S + I", 
BF 3 .Me 2 0/CH 2 CI 2 , and H 2 NC0 2 Et/H 2 S04 followed by heating (256°, 1 h), refluxing with POCI3, 
and Me 2 NH/Et0H treatment. The yields of the 6 steps were 96, 98, 100, 89, 99, and 
75.6%, resp. Compns. contg. I are described. 
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Beilstein Reg. No. (BRN): 
Molecular Formula (MF): 
Synonym (SY): 
Autonom Name (AUN): 
Beilstein Reference (SO): 
General Comments (NTE): 
Formula Weight <FW>: 
Lawson Number (LN): 



1447527 Beilstein 
C8 H13 N 0 

cis-3,4-Trimethylen-piperidon-(2) 

octahydro-<2>pyrindin-1-one 

5-21-07-00050 

Stereo compound 

139.20 

25359 




Atom/Bond Notes: 

1. CIP Descriptor: S 

Preparation: 
PRE 

Reference(s): 

1. Granger; Mas, Bull.Soc.Chim.Fr., <1962>, 233, CODEN: BSCFAS 



Melting Point: 
Value |Ref. 
(MP) | 
(Cel) | 

93.00 |1 

Reference (s) : 

1. Granger; Mas, Bull.Soc.Chim.Fr., <1962>, 233, CODEN: BSCFAS 



CO 



PftGE BUNKO*™ 



LU 
C9 



C0 



J 
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L26 ANSWER 25 OF 25 ZCAPLUS COPYRIGHT 1997 ACS 
AN 1968:39866 ZCAPLUS 
DN 68:39866 

TI Chemistry of natural substances. VII. Furoquinoline derivatives by condensation of ethyl 

2-propynyl malonate with aromatic amines 
AU Reisch, Johannes 

CS Westfael. Wilhelms-Univ., Muenster, Ger. 

SO Arch. Pharm. Ber. Dtsch. Pharm. Ges. (1967), 300(6). 533-9 

CODEN: APBDAJ 
DT Journal 
LA German 

GI For diagram(s), see printed CA Issue. 

AB Under the reaction conditions which are stated by Baker, Lappin, and Riegel (1946) for the 
prepn. of 3-substituted 4-hydroxyquinolin-2-one, malonic acid diarylamides "and not 
4-hydroxyquinoiinones were obtained. By variation of the synthesis from prop-2-ynylmallonic 
ester and PhNH2 or MeOC5H4-NH2 resp. 5'-methylnordictamine and 5'-methylnorpseudodictaamine 
or S'-methylnorfagarine (la) and 5'-methylnorpseudofagarine (lb) resp. were prepd. (Method 
A) A mixt. of 11 g. di-Et prop-2-ynylmalonate <I) and 4.7 g. PhNH2 in 25 ml. Ph20 were 
refluxed 1 hr. to give 66% prop-2-ynylmalonic acid (II) dianilide (Ila), m. 217.degree. (EtOH). 
(Method B). To 3.8 g. freshly distd. PHNH2 in 150 ml. abs. Et20 was dropped 2 g. 
prop-2-ynylmalonic acid dichloride in 20 ml. Et20 with stirring and ice cooling to obtain 90% 
Ila. According to method A was prepd. 48% of the corresponding di-O-anisidide, ,m. 
147.degree. (EtOH) of II; 54% of the cyclohexylmalonic acid (III) dianilide, m. 303.degree. 
(EtOH) and from 6.65 g. di-Et cyclohexylmalonate (IV) and 3.1 g. p-MeOC6H4NH2, 3 g. 
di-p-anisidide deriv., m. 289-90.degree. (EtOH) of III, beside 1 g. p-anisidide Et ester deriv., 
m. 158-60.degree. (aq. EtOH) of III. Heating 6 g. di-Et propylmalonate and 6 g. PhNH2 1 
hr. at 190-200.degree. gave 50% propylmalonic acid dianilide (V), m. 200.degree. (EtOH). 
Hydrogenation of Ila in 80% MeOH at O.degree. and 760 mm. gave V quant. A mixt. of 
6.65 g. IV and 2.32 g. PhNH2 in 12.5 ml. Ph20 was heated on the descending cooler until 
2.5 ml. EtOH' was distd. to give 83% 3-cyclohexyl-4-hydroxy-2(1H)-quinolinone (VI), m. 
238-4.degree. (EtOH). Analogously prepd. were 90% 6-methoxy deriv. m. 235-6.degree. (EtOH), 
of VI, and 3-propyl-4-hydroxy-2(1H)quinolinone, m. 235.degree.. A mixt. of 22 g. I and 9.3 
g. PhNH2 in 50 ml. was heated on the descending cooler until 10 ml. EtOH was distd. to 
obtain 74% 2-methylfuro[3,2-c]quinolinone (VII), identified by ir spectroscopy. Also obtained 
was 16% 2-methylfuro[2,3-b]quinolin-4-one (VIII), m. 275.degree. (HC0NMe2H20). Analogously 
were prepd. 74% lb m. 248-52.degree. (sublimes), and 13.5% la, m. 261.degree.. 
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(prepn. of) 
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TI Photochemistry of some N-hydroxy lactams 
AU Di Maio, Giorgio; Tardella, Paolo Antonio 
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CODEN: RISCAZ 
DT Journal 
LA Italian 

GI For diagram(s), see printed CA Issue. 

AB N-Hydroxy lactams (I-V) were photolyzed with a high-pressure Hg lamp for 9-11 hrs. in aq. 
sola to give 80-90% conversions and 11-30% yields of the dehydroxy lactams. More 
complex mixts. were obtained in other solvents. When the photolysis mixt. from I in EtOH 
was treated with 3N HCI, most of the ale. removed in vacuo, the aq. residue extd. with 
CHCI3, and the residue kept 30 hrs. at 100.degree. after addn. of Sn, pyrrolidine was 
isolated and identified as its chloroplatinate. 

IT ***20597-65-3P*** 
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AB N-Hydroxy lactams (I-V) were photolyzed with a high-pressure Hg lamp 
for 9-11 hrs. in aq. soln. to give 80-90% conversions and 11-30% 
yields of the dehydroxy lactams. More complex mixts. were obtained 
in other solvents. When the photolysis mixt . from I in EtOH was 
treated with 3N HC1, most of the ale. removed in vacuo, the aq. 
residue extd. with CHC13, and the residue kept 30 hrs. at 100. degree, 
after addn. of Sn, pyrrolidine was isolated and identified as its 
chloroplatinate . 

IT ***20597-65-3P*** 
(prepn. of) 
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AB Under the reaction conditions which are stated by Baker, Lappin, and 
Riegel (1946) for the prepn . of 3 -substituted 
4-hydroxyquinolin-2-one, malonic acid diary lamides and not 
4 -hydroxy qui noli nones were obtained. By variation of the synthesis 
from prop-2-ynylmal Ionic ester and PhNH2 or MeOC5H4-NH2 resp. 
5 ' -me thylnordict amine and 5 ' -methylnorpseudodictaamine or 
5 ' -methylnorfagarine (la) and 5 ' -methylnorpseudof agarine (lb) resp. 
were prepd. (Method A) A mixt . of 11 g. di-Et prop-2-ynylmalonate 
(I) and 4.7 g. PhNH2 in 25 ml. Ph20 were refluxed 1 hr. to give 66% 
prop-2-ynylmalonic acid (II) dianilide (Ila), m. 217. degree. (EtOH) . 
(Method B) . To 3.8 g. freshly distd. PHNH2 in 150 ml. abs . Et20 was 
dropped 2 g. prop - 2 -ynylma Ionic acid dichloride in 20 ml. Et20 with 
stirring and ice cooling to obtain 90% Ila. According to method A 
was prepd. 48% of the corresponding di-O-anisidide, m. 147. degree. 
(EtOH) of II; 54% of the eye lohexylma Ionic acid (III) dianilide, m. 
303. degree. (EtOH) and from 6.65 g. di-Et cyclohexylmalonate (IV) and 
3.1 g. p-MeOC6H4NH2, 3 g. di-p-anisidide deriv., m. 289-90 .degree . 
(EtOH) of III, beside 1 g. pranisidide Et ester deriv., m. 
158-60. degree, (aq. EtOH) of III. Heating 6 g. di-Et propylmalonate 
and 6 g. PhNH2 1 hr. at 190-200 . degree . gave 50% propylmalonic acid 
dianilide (V), m. 200. degree. (EtOH). Hydrogenation of Ila in 80% 
MeOH at 0. degree, and 7 60 mm. gave V quant. A mixt. of 6.65 g. IV 
and 2.32 g. PhNH2 in 12.5 ml. Ph20 was heated on the descending 
cooler until 2.5 ml. EtOH was distd. to give 83% 
3-cyclohexyl-4-hydroxy-2 (1H) -quinolinone (VI) , m. 238-4 .degree . 
(EtOH) . Analogously prepd. were 90% 6-methoxy deriv. m. 
235-6 .degree . (EtOH), of VI, and 3 -propyl -4 -hydroxy-2 ( 1H) quinolinone, 
m. 23 5. degree.. A mixt. of 22 g. I and 9.3 g. PhNH2 in 50 ml. was 
heated on the descending cooler until 10 ml. EtOH was distd. to 
obtain 74% 2 -methyl furo [3 , 2 -c] quinolinone (VII), identified by ir 
spectroscopy. Also obtained was 16% 

2 -methyl furo [2,3 -b] quinolin-4 -one (VIII), m. 275. degree . 
(HCONMe2H20) . Analogously were prepd. 74%" lb m. 248-52 .degree . 
(sublimes), and 13.5% la, m. 261. degree.. 
IT ***4514-03-8P*** 
(prepn. of) 
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GI For diagram(s), see printed CA Issue. 

AB The anthrone I was prepd. by treating the adduct from 2-benzylfuran and 

Me02CC.tplbond.CC02Me with BF3, methylating the phenolic OH of 4,2,3-PhCH2(Me02O2-C6H20H, 
sapon. and dehydration to the anhydride, and cyclization with AICI3. I and II were 
lactonized with Ac20, converted to dibenzo[c,d,g]indoles with amines, or converted to 
7H-dibenzo[d,e,h]cinnolines with hydrazines. The dibenzocinnolines showed no tautomerism. 
Cr203 oxidn. of II gave 1-carboxyanthraquinone. 2-Qxo-4,5-dihydro-2H-anthra[9,1-bc]-furan was 
similarly prepd. from the adduct of 2-benzylfuran with maleic anhydride. 
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mas. at 250 idm (MeOH) and lacked the weak bands at 280 mp, ring system was obtained by the Schmidt rearrangement, with 
present in the corresponding ketones. II (3.7 g.) in 10 ml. exclusive aUcyl migration, of l,6,7,llb-tetrahydro~2i7-dibenz- 
CHCU stirred at 0° with addn. of 4.0 g. SOOt and the mixt. 7 
warmed 30 min. at 55-60°, the volatile components evapd. in 
vacuo, the residue taken up in a min. of ale. and the soln. made 
alk. with aq. NaiCOi yielded 68.7% V (R l » Ph, R 5 => Me, a 
R« - H), m. 105° (C«Ho). Similarly were prepd. V (R l « 

*° = 5' ~ Me Aiy I ^ m ,\ 14 >%i^ ) i^ d c I (I ? , ,r R1 ° M,AIazulen-2-one and by Bischler-Napieralski reaction of suit- 
Ph»R» - Me), m.t38° (CjH.), in 78.0 and 73.5% yields, resp. able derivs. of 10 ( nHdihydro-5//-dibenro[a^]cycloheptene-o- 
Compds. in which R ° R« « H, underwent intramol. quater- methylamine. 4,5,10, 11 -Tetramethoxy derivs. of the new 
nixation on treatment with SOC1, to give thiomorphoHne derivs. _ring system were best prepd. by a Pictet-Spengler reaction of 
(Vn). ffl (2.7 g.) and 4.0 g. SOCU mixed and the solvent the appropriate amine. 28 references. RCKS 
evapd., the residue taken up in H.O, the soln. ii^e alk and Synthesis of heterocyclic compounds. CXLI. Formation 
VtlL^cfim'w* %^m^ S2» U M reflllXe ? 8 q^- 811(1 ***** ** N-s&stituted unidea. Tetsuji Kametani, 
SS? ?SJ2 vhl^ ° I ( 9^ m L n ) ' ^i" Vanase, and Seiichi Takano (Tohoku Univ., Sendai 

Uu-ly ^was prepd JJ 1 ^ 1 * . Me >J £™> . ^ e f*^^' Japan). Ka*«go*tt #*»4yu 37(2), 23-3 1( 1986 )( Japan); cf 
Smi,Urly was prepd VH . (RJ - Ph) (K), m. 230° (^BuCH- b qA 63, 5438*/ tf-^-DUuethoxypW^ £ 
° m^Srfr" ??^T^ ra i!* T hc UV ■P^nlJ (R * tet stand for 20 days, protecting from moisture with 7.8 g 
Ho* > 4^2' 425^ ^%f^V^ "fli i at ijgft ^pS* ? CU and CHC! »- The ^ting dark brown product is poured 

„ l^l? 1 f (l0g i 4,111, 4 '¥ 2); - mto H.O, and extd. with CHCU. This is chromatography 

fLX^ °° 30 * A^and eluted with CHCU to give 10 mg. grange 

(10 ml.) contg. 0.0025 mole l-(8^umolylthio)-2,3-butanedioue — Mf0 TM M«0-f^V| 
and 0.0025 mole (KHiNfcCiH* in 5 ml. BtOH refluxed 5 min. MeO-W^k^N^O ^ MtO-k^o*^ <3) 

dione (X) and 0.5 g. H»NOH.HCl refluxed 1 hr. in 10 ml. ale. granules, m. 110-11°, postulated as I. EtO»C(CH,)«CO»H 
and the mixt. dild. with H*0 yielded 76.9% 3,6-dimethyI-4- (5 *-) » treated with SOCU, the resulting acid chloride dissolved 
(8-quinolylthio)isoxaK>le, m. 129* (ale). X (1 J3 g.) and 1.0 g. c > n 50 ml - C«Hb, added to a mixt. of 5 g. homoveratrylaraine, 
83% NjH 4 .H,0 in 10 ml. BtOH refluxed 1 hr. with 10 ml. 50% 20 ml. 10% NaOHpoO ml. CoH«, and the whole stirred 30 min. 
AcOH and dild. with H,0 gave 84.8% XI (R - H), m. 198° to give 8.5 g. U (R - Bt), pale yellow oil. Similarly prepd. 
(MeOH). Similarly were produced the corresponding pyrazoles is II (R = Bu), m. 48-9* (petroleum ether). II (R *» Et) 
XI (R = Ph and p-OjNCiH*), m. 132° (MeOH), m. 223° (HCON- (8 «•) is stirred 3 hrs. with 50 ml, 10% NaOH, filtered, the 
Met) in 88.2 and 89.5% yields, resp. The presence of an_ filtra te acidified with 10% HC1, and extd. with CHCU to give 
o-NOt group in the phenyihydraxme deriv. hindered the cycliza- n ( R ™ H), m. 102-3° (CcH«). To a soln. of 1 g. II (R * H) 
tion so that a 2nd addn. to the uncombined CO group occurred. m 20 ml. AcrO is added 3 drops pyridine and refluxed 5 hrs. to 
X (1.3 g.) in 10 ml. AcOH and 1.0 g. 2,4-(OjN)*C6HiNH>fH, K»ve 0.7 g. JV-(3,4*dimethoxyphenethyl)acetamide, m. 98-9° 
in 20 ml. AcOH refluxed 30 min. and the filtered soln. cooled (petroleum ether-CoH fl ). II (R » H) (0.5 g.) in 300 ml. CHCU 
yielded 71.4% XI [R = 2,4-(OjN),C«Hi], m. 183° (AcOH). and fe te t stand 45 hrs. with 0.4 g. dfcyclohexylcarbodiimide, the 
13.3% 3-(8^uinolylthio)-2,4-pentanedione bjs(2,4-dinitrophen- d mixt - filtered, the filtrate evapd., the residue dissolved in AcOEt, 
ylhydrazone), m. 229° (decompn.) (HCONMei). Condensa- AcOH added, and filtered. From the filtrate is obtained #-[4- 
tion of Bt a-(8-quino]ylthio)acetoacetate (XII) with RNHNHt l^-(3.4^imethoxyphenethyl)cartDanioyl)valeroyl]-Ar,iV'^icyclo- 
gave the corresponding pyrazolones (XIII, R= H, Ph, and m^-s*N^\ ^\ 

£-0*NCoH«) ( m. 260° (ale.), 208° (ale), 220° (afc.-HCONMe,), Jo X f J 

in 84.8, 82.4, and 84^% yields, resp. The presence of an_ McO-v^ y 

0- NOj group in the phenylhydrazine hinders the cyclization. aUOUbOONOONH-/) 
XH (1.5 g.) and 1.0 g. 2 f 4.(0*N T ),C«H,NHNH, refluxed in 30 W 
ml. AcOH (coned. HCl, or 35% HClQi) and the mixt. dild. ^ ^ 
with HiO gave 40-60% yields of 8-(acetonykh»)quinolme w fTl MeO-r^ji 
2,4-dinitrophenylhydrazone (XIV), m. 214° (HCONMei). MeO-^^^N ((V) MeO- J ^ l S^ NH (V) 
XH in 25 ml. ale. and 1.0 g. 2,4-(Q,N),C Q H.NHKH, in 60 ml. c auai,\£OX L-nu m.n 
50% AcOH refluxed 1 hr. yielded 73.9% Et a-(8-quinolyl- auawo& CH^.CD.R 
thio)acetoacetate, 2,4-dmitrophenylhydrazone, m. 144° (HCON- nexylurea (HI), m. 118-20° (C«Hc-hexane). II (R = Et) 
Mej), converted (1.2 g.) by refluxing in 10 ml. AcOH (25 ml. < 2 S-) « refluxed with 10 g. POCU for 2 hrs. in C«Ho, kept over- 
concd. HCl, or 50 ml. 36% HCIO0 and quenching in H s O to ni Sht with hexane, the red oil sepd. is dissolved in 10% HCl, 
yield 75-80% XIV. C. R. Addinall washed with C«H«, neutralized with 10% NaOH, and extd. 

Heterocyclic compounds. I. Synthesis of ommoisoquin- ~ *? th X CHC !* *° L#» ve J - 5 . IV (R - ft), m- 58-0° (hexane); 
oline derrvativea. TeUuke Okano, Shujiro Goya, and Yoshinao ? lcr * te m ' 98 ^ : « 1?"??* IV ° Bu ^- m - ^ 9 
Tsuda (Tohoku Univ., Sendai, Japan). Yakugaku Zasshi (Petroteum ether). IV (R- Et) (1.2 g.) in a mixt. of 30 ml. 
86(7), 544-7(1966)( Japan); cf. CA 65, 152086. A new method ^£ H n ™* 5 ml. coned. HCl is subjected to catalytic redn. 
for the synthesis of 3-animoisoquinoline derivs. was proposed °7* 8- £Pi *? ^ I 2 . 8- I = Et) pale yellow od, 
where Me o-cyanomethylbenzoate a) was treated with aq. f fS 3 ^*^?" l 15 ? w • whlch « refluxed with NaOH to give V, 
amine under mild conditions to give an isoquinoline ring with NH S 1 ^ R ° H )» r «V arup- Htroshi Kataoka 

group in 3-position. Thus, 20 g. o-carboxyphenylacetonitrile Syntheaia of heterocyclic compounds. CLIV. Novd methyl- 
is added to an ethereal soln. of 5.6 g. CH t N t> the whole kept ation. 3. Methylation of tertiary amines such oo pyridine 
overnight, AcOH added, evapd., and the residue distd. in 811(4 isoquinoline with alkyl carboxyUtea. Tetsuji Kametani, 
vacuo to give 19 g. I, bi 135-7°, m. 48.5-49° (MeOH). Methyl- Kazuo Kigasawa, Tetsutaro Hayasaka, Mine Kara Hiiragi, 

at km of o-cyanomethylbenzoic acid also gave I. I (4 g.) and Haruhide Ishimaru, and Setsu Asagi (School Med.. Tohoku 

50 ml. 28% NH 4 OH are heated in a sealed tube at 50-60° for Univ., Sendai Japan). 7. Heterocyclic O&x. 3{2), 129-36 
40 hrs. to give 1.8 g. 3-aminoisocarbostyril (XL), m. 285° (de- (1966)(Bng); cf. CA 63, 691 Ik; preceding abstr The alkyla- 
compn.) (MeOH); diacetate m. 177°; benzoate m. 271-2°. 41011 °» tertiary amines, namely, 2-dimethylamim>eihanol, tri- 
Similar treatment of I with MeNH : gives 2-methyi^3-aminoiso- ethylamine, pyridine, and isoquinoline with various alkyl 
carbostyril, m. 188° (EtOH). H (1 g.) is refluxed 3 hrs. with carboxylates was investigated. This reaction afforded the 

II ml. POCU, an excess of POCU removed in vacuo, the residue 9 corresponding quaternary ammonium salts, e.g methylation of 
poured into iced HiO, and the mixt. made alk. with 10% NaOH 2-dnnethylaminoethanol with methyl salicylate RCKS 
and distd. with steam to give 0.9 g. l-chloro-2-aminoisoquin oline Direct animation of 2-methyl-7-chloroceramidonine trim 
(HI), yellow plates, xn. 147-8°. Catalytic redn. of 0.2 g. ammonia and sodium amide. E. P. Fokin, R. P Shishkina, 

III in EtOH (contg. KOH) using 10% Pd-C gives 0.1 g. 3-amino- and I. V. Fomicheva (Acad. Sd. U.S.S.R . Novosibirsk), 
isoquinoline, yellow needles, m. 177-8° (C«H«). Heating of _Khim. Geterotsikl. Soedin,, Akad. Nauk LaXv. SSR 1966(3), 
3 g. 1^-dichloroisoquinoline in a sealed tube at 175° 6 hrs. with 467-9 (Russ). Amination of 1.5 millirool« 2-mrthyl-7«chloro- 
50 ml. 28% NH4OH and a small amt. of CuS0 4 gives 2.8 g. Via 

1- ejtnmo^-^oroispquinoline, m. 154-5° (EtOH) which is 

further subjected to catalytic redn. to give 1-aminoisoquinoline, vX. 
m. 122-3° (CfiH«); picrate m. 280°. Hiroshi Kataoka " - 

Studies on tho bczuo[l,2]cydohepU(3,4 t 5^,eIicoquinoUne k 
ring system. L. G. Humber, M. A. Davis, R. A. Thomas, 
R. Otson, and J. R. Watson (Ayerst Rjes. Labs., Montreal, 

Can.). /. Heterocyclic Chnx. 3(3), 247-61 (1966)(Eng). The 0 
syntheses of various ozidn. states of the novel benzo[l ,2]-cydo- ceradonine (I) with 10 cc. 25% aq. NHa for 6-8 hrs. and heating to 
hepta(3,4,5-<i,e] isoquinoline (I) ring system is described. The 170° in the presence of 0.25 g. Cu(AcO), gave 29% 6-amino deriv. 
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thranillc acid (4.3 g.) was refluxed with 20 ml. AcjO 90 min. 
to give 2-methyl-7-chlor(>>4//-3,l-b<nzoxazin-4-one, which was 
refluxed in 100 ml. xylene with 5.4 g. o-toluidine to give 2- 
metiiyl-3^to]yl-7^hlorcH3,4^ihydroquina2olm-4-one, m. 112- 
13 ; Ha salt m. 240-3° (decompn.). Similarly were prepd. the 
following I (R, X f and m.p. given): 2-MeC*H«, 6-Ci, 159-61° o 



IB © 



(decompn.) with browning from 280°. Ill dissolved in an eqolv 
amt. aq. 50% NaOH and dfld. with BtOH yielded the Na salt of 
m, m. >330° (decompn.). ID (6.2 g.) and 4 g. u-ephedrine (IV) 
refluxed in MeOH to so!n. and cooled gave 9 g. III-IV salt, m 



-NBR» (ED 




(hydrate); Ctflu, 5-CI, 225-7° (hydrate); 2-MeC»H 4t 6-CI, ~ 
155-6°; 2-MeCoH^, 6-CI, 213-16° (decompn.) (HC1 salt); 
CUH„, 6-C1, 183-5° (hvdrate); CiH„, 6-Me. 183-4° (hydrate); 2- 
MeC^H*, 7-C1, 112-13*; 2-MeC«H«, 7-C1, 24(Ki° (HC1 salt); C«H U , 
7-C1. 189-90°; 2-MeC«H 4l 7-NO,, 167-9°; C^H,., 7-NO,, 203- 
5°; 2-MeC*H< f 7-NH Xl 201-3°; C«Hn, 7-NH,, 234-6° (hydrate): b 
2-MeC.H«, 7-NHAc, 126-8° (hydrate); CeH„. 7-NHAc, 238-9° 
(hydrate); 2-MeC«H4. 8-Me f 131-2°. W. Lowenthal 

Synthesis of thieno[3,4-d]pyridazine. Max Robba, Robert C. 
Moreau, and Bernard Koques (Fac. Pharm. t Paris). Comfit. 
Rend. 259(21), 3783-5(1 964 )(Fr). Treatment of I with POQ, 
gave pale yellow II, m. 189°, easily hydrolyzed in air or by - 
hydroxylic solvents to form pale yellow m, m. 259°. Attempted 



(Vl.R-H) \A^N 
R 



Oii,R-co 

<IV,R-Bi) 
(V.R-H) 



dehalogenation of II with Al-Hg, LiAlH <( Ni-H, or Pd-H led to 
decompn. or to III. HI was also prepd. from I by careful treat- 
ment with POC1,. With POBn or PBn, I formed only IV, m. 
255°. Ill or IV with Ni-H gave V, m. 263°. Bromination or ~ 
chlorination of V failed. Treatment of 3,4-diformyltbiophene 
with N,H 4 gave VI, ra. 136°. Spectral data (ir, N.M.R.) were 
given. J.B.Thomson 

Ion exchangers with complex-forming anchor groups. XII. 
Existence of et^ylenediaminetrincetic acid. G. Kuehn, b! a 
Hoyer, and R. Hering (Karl-Marx-Univ., Leipzig, Ger.). Z. ™ 
Ckem. 4(12), 462-3( 1964 )( Ger); cf. CA 60, 1142*. Me 1* 
aziridinylacetate (9.5 g.) and 35 g. ( BtOiCCHiXNH was heated 
25 hrs. at 80° in 45 ml. ale, with a few drop ale. HC1 to give 40% 
the Me Et (I) ester of 2-oxopiperazinc- A^, A^'-diacetic acid, 
bo.o« 143-5°, ntf 1.4813. Sapon. of I with Ba(OH), gave the — 
lactam of ethylenediaminetriacetic acid, 2-oxopiperazine-jV,W- 
diacetic acid (II), decompd. 214-15°. The 1 : 1 Cu» + complex of 
II with 3 moles HxO crystd. in fine light blue needles from a 
soln. of II and CuNOj; at 120°, 2 moles H,0 were lost and the 
other mole was tost at 135-40°. Titration curves and stability 
consts. of the acid and the Ca ,+ , Cu ,+ , and Ni ,+ complexes shows 
the inductive effect of the oxo group makes II more acid than 
pipera«ine-.V,iV'-diacetic acid. Elizabeth W . Baumann 

Pyridazoanthrone and Its derivatives. III. Oxazoan throne 
and its connection with pyridazoanthrone. N. S. Dokunikhin 
and V, Ya. Fain (Res. Inst. Org. In termed, and Dyes, Rubexh- _ 
noe). Zk. Obshch. Khim. 34(11), 3769-7 1(1 984 XRuss); cf. 
CA 62, 4027e. Oxazoanthrone (I) (cf. Ullmann and van der 
Schalk, Ann, 388, 199(1912)) heated in AcOH with N1H4 6 
hrs. gave 30.1% pyridazoanthrone, m. 425-6°. Similarly, 
PhNHNH* gave W-phenyl pyridazoanthrone (II), m. 290-3-1.0°. 
I heated with Br in AcOH in a sealed tube 2& hrs. at 150° gave / 
after an aq. treatment anthraquinone-l-carboxyiic acid, m. 292- 
3°. I refluxed with 98% HNO» gave the same acid in 88% yield. 
4-AminoanthraquiQone-l-carboxylic acid refluxed 0.5 hr. with aq. 



ail) 



.218-20°. Similarly were prepd. the following II (R l = H) (R t 
m p and % yield given): CH.CHtCdH, 270-2°, 85; CHMe- 
£&5l 233-5^ 70; PhCHCO,H, 145-7°, 60; PhCH 1 CHC0 1 H, 
230-2° 70; ^OC^CHxCHCOiH, 258-60°, 60; EtCHCO,H 
215-17°, 60; MeCHCH f CO,H, 254-6°, 55; (CH,),CO,H. 236^3° 
45; (CH^COJI, 226-8°, 65; iso-PrCHCQ,H, 204-6°. 40; EtMe^ 
CCOiH, 223-6°, 46; iso-BuCHCO,H, 128-8°, 60: HO.C- 
SESJfjWi 228 " 30 ° < a 4' MeOH), 85; HOtCCHCH|CONH t , 
258-60° (85% tso-PrOH), 85; HO,CCH,CH,CHCOiH, 102-4° 
(aq. MeOH), 80; H,NOCCH.CH,CHCO,H, 263-5° (90% iso- 
PrOH), 80; MeSCH t CH 1 CHCO s H, 194-6°, 75. U did not ex- 
hibit any Pharmacol, activity; their L.D. W values are above 3 g. 
' orally. The IQ-IV salt is not only more toxic than m, but it ex- 
hibited also a 30% increase of the hypotensive activity of IV with 
considerable prolongation of the effect. XI. Synthesis of 7- 
ace^yltheophyUineo. Ibid. (3-4), 155-8. I or the Br analog 
with dialkylanunoalkylamines yielded the corresponding II under 
mild coitions I (27 g.) and 11.6 g. Et,NCH,CH,NH, in 100 
cc. iso-PrOH refluxed 5 hrs. yielded 25 g. U (R - H, R» « CH»- 
CHiNBtt) (V), tn. 143-6° (repptd. from MePh with petr. ether): 
V. HC1 m. 288-90°; V. MeBr m. 297-9°. Similarly were prepd 
the following II (R, Ri, and m.ps. of base and HO salt given)* 
H, Et,N(CH,),, 118-20°, 260-2° (methobromide m. 238-40° V 
H, MetN(CH s )a, 125-7°, 240-2° (methobromide m. 225-7°)! 
ff5 , ifS ,I S??5 H, ^ fl 5' ™ (hygroscopic); Me, MetNCHtCH, 
114-16°, 254-6°; H, 2-ptperidinoethyl, 158-60°, — ; H. 2-mor- 
?^ o c^^JJ l 08 ",? 000 ' 266-8°; H, 3-cyclohexylaminopropyl, 
120-2°. 325-7°. Similariy was prepd. U |(RR> =) 4-methyI- 
piperazino)!, m. 135-7°; HCl salt m. 272^1°. U did not reach 
the Pharmacol, activity of theophylline, caffeine, or 7-acetonyi- 
theophylline. p. W . Hoffmann 

Some purine aztdes. N. B, Smirnova and I. Ya. Postovskii 
IS* H' Kir °y Po lytech. Inst., Sverdlovsk). Zk. Vses. Khivt. 
Obskcfatoa 101. D. /. Meadeieeoa 9(6), 7ll-12(1964)(Russ). 
2,6-Dichloropunne and NaN t refluxed 5 min. in aq. EtOH gave 
75% 2,6-diaxidopurine (I), decompd. 19t>-200°; similarly was 
prepd. 2,6,8-triazidopurine, decompd. 180-90°. I refluxed I hr 
in aq. piperidine gave 82% 6-(rV-piperidinyt)-2-azidopurinc. de^ 
compd. 215-16 . Similarly were prepd. 6-morpholino-2<izido- 
punne, decompd. about 260°, 6-(iV-piperidinyl>-2,8^iiazido- 
punne, decompd. 190-200°, and 6-morphoUno-2 ,8-diaxido- 
purine, decompd. 190-200°. Uv spectra of the products were re- 
POrt*** G. M. Kosolapofl 

Enzyme inhibitors. I. Inhibition of adenosine deaminase by 
u^toric nucleosides. Howard J. Schaeffcr, S. Marathe, and 
Vitauts Alks (State Univ. of New York, Buffalo). J. Pharm 
Set. 53(11), 1388-70(1964)(Bng). A study was made of the im- 
portant sites for adenosine binding to the enzyme. A series of 
known isosteric nucleosides were prepd. by published methods. 

iv were . punnes contg. at the 9-position a cyclopentyl or a 
cydohexyl ring substituted in such a manner that they simulated 
stencally the sugar moiety of a nucleoside. The compds. fell into 
5 types (i.e. I-V) depending upon the ring substituted at the 9- 
P?,?** 0 ^, Attache<1 to 6-position of the purine nucleus was an 
NHi, SH, NHNHt, H, or CI group. The NH, group was the 
only one of the 6-position groups which produced inhibition. 
For effective inhibition it was also necessary to have the ring sub- 
sitution at the 9-pcsition. troJM-2^6-ChIoro-9-purinyI)cyclo- 
R 



KOAc and HONH,.HsS0 4 , then with aq. NH4OH, gave on acidi- g 
fication 78^% 4-aminooxazoanthrone, decompd. 291°. Simi- 
larly was prepd. 83^% 5-aminooxazoanthroRe, decompd. 283°. 
Anthraquinone-l,4-dicarboxytic acid refluxed as above with 
H0NH..H,SO4 gave anthra-l,9(^),10(iV),4-dioxazone (HI), 
decompd. 318-19°. Spectral data (uv) on these products were 
reported. G. M. Kosolapoff ~~ 

Synthesis m the theophylline series. 2. Syntheses of san- 
thine amino acids. Josef Klosa. /. Praki. Chem. 26(1-2), 
48-53(1964XGer); cf. CA 55, 5511d. 7-Acetonyl-8-chlorotheo- 
phylline (I) or the Br analog was converted with amino acids in 
the presence of alkali nto the corresponding 7-ecetonyK8-thio- t 
phyllinylamino acids. I (27 g.) in 60 cc. H t O treated with stir- 
ring with 10 g. HtNCHsCOsH and adjusted with 2N NaOH to pH 
8-9, refluxed with stirring while being maintained at pH 7.5-8.5 
by the dropwise addn. of 2JV NaOH, and refluxed an addnl. hr. 
yielded 32 g. H (R » NHCH,COiH, R> . H) (III), m. 294-6° 




pentanol (0.288 g.) in 10 ml. BtOH was treated with 10 ml. 40% 
aq. MeNHs and the mixt. refluxed 3 hrs. to give 59.3% the 6- 
methylamino analog, m. 194-5°. U. Synthesis of /ro»i-3-(6- 
OTDStirut0d-9-punnyi )cy dohezanols an adenosine deaminase in- 
hftitors. Howard J. Schaeffer, K. K. Kaistha, and S. K. 
Cha^bort! Ibid. 1371-4. 5- Aminos ,6-dichloropyri mid inc 
(5-05 g.), 3.58 g. ffa«r^3-ominocydohexanol (In), and 3.1 g. EtiN 
in 46 ml. BuOH refluxed 6.5 hrs. gave 77% irans^i 5-amino- 
6^1oro-4^iyninidinylaraino)cyclohexanol (I), m. 21»-31 0 . I 
(2 g ) and 25 ml. HC(OEt), was refluxed 48 hrs., evapd., and the 
r ^ d "c kept 20 hrs. at 0° with 26 ml. 20% NH, in MeOH to 
give 20% 6-chloro-9-(3-cydohexenyl)purine, m. 162°, and 35% 
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3-methyl-2-phaiyl-2H-1.3-ben*othia«n-4(3/f)-one, which with yidd being 70.2%. The amine heated with Ac»0 0.5 hr. gave 
30% HiOt gave IV. Alk. treatment of II resulted in destruction I (R « AcNH), decompd. 370-1°. Aiithraqui none- tricar- 
boxylic acid (III) heated successivdy with PCI*, then N,H«.H,0 
0 O gave 92.5% anthra-l,4-dipyridazone (IV), decompd. about 500°. 

a I ^n^A nm IT! in hot aq. NaOAc was treated with N,H«.H,SO« and refluxed 

NCHPhCO,Et <<> fl L/vvEt ai) a 3 hrs. to yidd 4% insol. IV. and 93.6% pyridazoneanthrone-4- 

s ' Ph carboxylic acid, decompd. 333.5-4.8°. G. M. Kosolapoff 

0» Oi Transformation of 3^yo^rmopyridaxino(4,3,6-»t,/]fluoreiie. 

...... N. S. Dokunflchin and S- A. Mikhalenko. Zh. Obshch. Khim. 

of the 1 ,3-benzothiapne system as shown by the rapid liberation 34(7)( 2 473-4(1984). 3-Chloropyridaaino| 4,5,6^/] fluorene and 
of BzH and the isolation of a-HO»CC,H*SO|H. Evidently N ir i«.H«0 gave the 3-hydrarino analog, isolated as the hydrate 
initial sapon. and decarboxylation occurred to give 2-phenyl- — ^ which wUh HgQ in a)c NaQ H gave 80% pyrldazino[4,5,6- 
2/M,3-benxothiaxm-4(3H)-one 1,1-dioxide (V), unstable to m ,/]fl U orene (II), m. 123.6-25°; in the absence of HgO the yidd 
alkah. Treatment of I with NaH in HCONMe, at 20 gave V. was M ^ J decompd. 255.6-56°, and 2 moles aq. CuS0« 

C. R. Addinall 

Preparation of some derivatives of 1 O-caiboKymethy Ipheno- ^N, 

thiazine. D. Simov and St. Fakirov. Godishnik Sofiiskiya u L JL J J 

Univ. Khim. Fak. 56, 111-21(1961/62). Carbethoxymethyl- ^1[J m 

phenothiazine (I) (3 g.) suspended in 40 ml. glacial AcOH was N* N <^ 
treated with 1 .2 g. NaNOi 3 hrs. with stirring and cooling, the 

mixt. filtered, and the filtrate treated with 200 ml. HtOtoyidd gave 85% 1-cyanofluorenone, m. 180-80.5°, also formed in 10% 
84% 10-carbethoxymethylphenothiazine 5-oxide (II), m. 203-4° yield in alc. NaOH. Sapon. with alc. alkali gave fhiorenone-1- 

— carboxylic add. Similarly , 3-hydrazino-9-methylpyridazino- 
giiO^ft [4,5,6-f»,i|fluorene hydrate, m. 277.5-8.6°, gave 60% l-cyano-7- 

^ (U) metliylfluorcnone, m. 209.1-10*. I was unchanged by oxidizing 

agents such as Na,AsO< . II picrate decompd .221-2*. 

G. M. Kosolapoff 
Synthetic organic chemistry using liquid ammonia alkali 
(EtOAc). II was also prepd. in 80% yield by oxidizing I with hydroxide. XIX. Now barbituric add synthesis in liquid am- 
HiO* in EtOH. Heating a soln. of 1.5 g. II in 15 ml. 3% alc. raonia-alkali hydroside. 8. Synthesis of ethylolkyldlimlno- 
KOH 4-5 min. on a water bath and neutralizing with alc. HC1 barbituric add by the condensation of GthyUltrylmalononitrilG 
gave 88% yield of 10-carboxy methyl phenothiazine 5-oxide, m. with urea. Kotaro Shimo and Toshio Kawasaki (Natl. Defence 
239-40° (AcOH). A soln. of 3 g. I in 15 ml. dioxane was treated Acad., Yokosuka, Japan). Kogyo Kagahu Zasshi 67(4), 574-6 
with 8 ml. 30% aq. Hid during 2 hrs. The mixt. was then — (1964); cf. CA 58.90726. A reaction between 0.05 mole EtHC- 
heated another 2 hrs. and cooled to yidd 93% 10-carbethoxy- (CN), (I) and 0.055 mole PhCH,Cl in 110 cc. liquid NH, at 
methylphenothiazine 5-dioxlde (III), m. 163-4° (EtOAc); III room temp. 1.5 hrs. gave 78% BtPhCHfQCN),. m. 61-1.6°, 
hydrolyzed as above gave the corresponding acid, m. 262-3.5°. after evapn. of NH,, extn. with alc, followed by evapn. of alc. 
To a soln. of 2 g. I in 20 ml. glacial AcOH was added 1 ml. and washing with water. Similarly were prepd. following 
fuming HNO* and 2 hrs. later another 1 ml. The mixt. was J RBtC(CN), (II) (R ( b.p., and % yidd given): CH,:CHCH,, 
stored overnight and stirred into 100 ml. H*0; the resulting ppt. » 94-6° /21, 68; iso-CJin, 115-16°/20, 47; Pr, 95-6°/20, 57, 
was recrystd. from EtOH to yidd 90% nitro deriv. of IX, m. 171- 
2°, which upon hydrolysis gave the add, m. 222-3*. The 
nitro deriv. of III was prepd. by nitration of III in the cold or by 

nitration of II under reflux followed by oxidn. with aq. H,0,. z^ 0 W „X ) =s0 aVj 

Treatment of I with 8 ml. fuming HNOi as above yidded 92% — K ]r-N 

dinitro deriv. of II, m. 220-2°, which upon oxidn. with aq. H,0, HN H 

gave the dinitro deriv. of III, m. 239-40°. G. H. Meguerian 

Action of nitric add on poiybromophenothiazinea. Comd from the reactions of I and the corresponding alky 1 bromides. A 
Bodea, V. Farcasan, and I. Oprean ( Chem . Inst., Cluj, Romania). reaction of 0.015 mole II (R - PhCHt) with 0.015 mole urea 
Zh. Obshck. Khim. 34(7), 2369-71(1964); cf. CA 55, 5506. in the presence of 0.03 mole NaNH* (or NaOH) in 70 cc. liquid 
Nitration of polybromophenothiazine-5,5-dioxides in fuming e NH» at room temp. 3 hrs. gave 61% HI (R = PhCH,), m. 285-6° 
HNQ» with ice cooling, followed by 12 hrs. at room temp., gave (decompn.), after evapn. of NH,, extn. with alc. and subsequent 
the following products: l,9-dibromo-3,7-dinitrophenothiazine neutralization with AcOH. Also were prepd. following III (R. 
5,5-dioxide, m. 305°, formed from 1,3,7,9-tetrabromopheno- m.p., and % yidd given): iso-Am, 268.5-69° (decompn.). 52; 
thiazine dioxide or 1,5,7,9-tetrabromophenothiazme; 1,3,7,9- CH,:CHCH,, 277.5-78° (decompn.), 57; Pr, 273.5-74° (de- 
tetranitrophenothiazme 5,5-dioxide, m. 344-5°, formed from _compn.), 47, while II (R « H and Ph) did not give 
3,7-dibrocnophenothiazine 5,5-dioxide, or 3,7-dibromopheno- the corresponding derivs. Ill readily gave the corresponding 
thiazine; l-bromo-3,7,9-trinitrophenothiazine 5,5-dioxide, m. IV when heated with dil. H CI 2 hrs. (R and m.p. given): PhCH,, 
311-12°, formed from 1 ,3,7-tribTOtnophenothiazine 5,5-dioxide 208-7.5°; iso-Am, 154.5-55°; allyl, 157-7.5°; and Pr. 146- 
or 1,3,7-tribromophenothiazine; l-nitro-3,7-dibromophenotbia- 6.5°. T. Takiguchi 

zine 5,5-dioxide, m. 297-8°, formed from 3,7-dibromopheno- CmnoUneo. I. W-osidation of 4-chlorocinnoline and 4-methoxy- 
thiazine 5,5-dioxide by heating with fuming HNOt in AcOH 2 / cinnoKne. Ikuo Suzuki and Toshiaki Nakashima (Natl. Inst, 
min. at reflux. G. M. Koslapoff 1 Hyg. Sd. Tokyo). Chem. Pkarm. BuU. (Tokyo) 12(5). 619-23 

Pyridazoneanthrone and its derivatives. I. N. S. Dokuni- ^.^"^"ft l ^JrtW^£F n,M ? ™ 

khhiand V. Ya. Fain. Zh. Obshck. Khim. 34(7), 2372-1(1964). ^ d L ( ^^T!ll 0Xyci " n0 Hr C ^"Sf ( ?vV tT e ? oiyc nno r 
Refluxing anthraquinone-Karboxylic add in aq. NaOAc in the foxide (IV ) 4-ethoxycmnoline 2-oxide (V 4-hydro«ycinr~ho« 

presence of WU.H&O* 7 hrs. give 93% pyridazoneanthrone ( ^tt '"STto ^ wV^iT"'.? k^i 

(I, R = H) (fi) m^428-7°; simple heating of the acid with " T™" n f T ™ r th ™ a " d XL^ 1 ^ i*n*1' 

N H,H,0 3 hrs. gave a 92.5% yfdd. Similar reaction of 4- ^ded lUandl-met^ S' m -- ,50 " l * 

ammoanthraqumorTe-l-carboxylic add gave 85.7% 4^mino- ^ ob JfJ n t ed » ^ fe^WftV-'^^ 1 ^^ 
pyridazoneunthrone, decompd. 351.5-2.8^ also formed in 74.6% P ^^^SS^S^ "^SSS 2 J t f3 *£i 

yidd from 4-nitroanthraquinone-l -carboxylic acid refluxed 1 hr. e,tt ff* ' he , resjd "« Wlt j CH S»- *i* H $£l' ^5 

with PCU in CoH„ then Seated in the cold with N.H 4 .H.O 1 hr., Q jecrystg from CjHj. I. m. 94-^5°, was obtained in 28% yidd 
followed by refluxing with dil. NH.OH; the use of N t H«.H,S0 4 9 f ""£ P 3 * 5 ^ through a AliOt column . and reciyjtd from 

gave an 82.7% yidd. U nitrated in coned. H,SO, with 98% J cinnoline 1 -oxide after ^ydrogenation 1 w.. al» 

HNOi at 0° 1 hr: gave I (R = NO,), decompd. 291.2-3°. which b V ^ U " 8 . 4 - m ^ ,n - n ^ h ? c ^ Ac , CI ( n o 

with aq.Na^ 1.6 hrs. at reflux gave 89% I (R « NH,). decompd. ^ O obta £^;"^ 

372-5°, also formed in 91.6% yidd from 5*minoanthraquinone- n w " h ^^Et in EtOH contg. 29 mg. Na on a steamboth. 
1-carboxylic acid, via the route used above for prepn of U. I-^S- ftOH. extg. w»th CHCI,, pawing the mm. through a 
(R « NH,) was also formed by treatment of 5-nitroanthraqui- AljO, column, and recrystg. from C*H«. U yidded cmrwlme 2- 
none-i-carboxylic acid with PCI, and N,H 4 , as shown above, the °*»<le, m 122^°, in 31% yield upon hydrogenatwjn After 
' evapn . of the solvent from the hydrogenation ,V,m.I90-l.l9y c 

yield was isolated. HI, m. 100-6°, 77% yidd was obtained by 
heating a mixt. of 0.2 g. I, 2 ml. MeOH. and NaOMe on a steam - 
h bath 30 min., the MeOH evapd., and the residue cxtd nith CH 
0) C^Y^Y^ /«a d»» Pas^d through a AlsOi column, and recrystd. from iso- 

Pr,0. A mixt. of 0.2 g. 4-nitrocinnoline 1 -oxide with 2 ml. 
MeOH contg. some NaOMe t?as heated on a steambath 30 min. 
to yield III in 65% yield. IV, m. 176-7 °, 92% yidd was obtained 
from C by the same method of prepn. as for III. IV was alw ob- 
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3-mcthyl-2-phcnyl-2H-l,3-bcnzothiazin-4(3H)-onc. which with 
30% HtOi gave IV. Alk. treatment of II resulted in destruction 



06" 



FCHPhCOiEt (0 



Ph 



(«) 



of the 1 ,3-benzothiaxine system as shown by the rapid liberation 
of BzH and the isolation of o-HO,CC,H«SO»H. Evidently 



yield being 70.2%. The amine heated with AciO 0.5 *hr. nave 
I (R « AcNH), decorapd. 370-1*. Anthraquinone-l,4-dicar- 
boxylic acid (HI) heated successively with PCU, then N,H 4 .HfO 
gave 92.5% anthra-1 ,4-dipyridaxone (IV), decotnpd. about 500°. 
Ill in hot aq. NaOAc was treated with NtH^HtSOk and refluxed 
3 hrs. to yield 4% in so I. IV, and 93.6% pyridazoneanthrone-4- 
carboxyitc acid, decotnpd. 333.5-4.8°. CM. Kosolapoff 

Tnmaxormattan of 3^yd>nzmopyridaxinn(4,3 ,6- pi ,i] fluorena . 
N. S. Dakuntkhin and S. A. MikhaJenko. Zh, Obskch. Khim, 
34(7), 2473-4(1984). 3.ChloropyTidaaino(4 i 5,d-«^)fluorene and 
N'tH^.HtO gave the 3-hydrarino analog, isolated as the hydrate 




C. R. Addinall 

Preparation of some derivatives of 10-caiboxymethylpheno- 
tfaiozine. D. Simov and St. Fakirov. Godishnik Sofiiskiya u 
Univ. Khim. Fak. 56, 111-21(1961/62). Carbcthoxymethyl- 
phenothiazine (I) (3 g.) suspended in 40 ml. glacial AcOH was 
treated with 1 .2 g. NaNOi 3 hrs. with stirring and cooling, the 
mixt. filtered, and the filtrate treated with 200 ml. HtO to yield 
84% 10-carbethoxymethylphenothiazme 5-oxide (II), m. 203-4* 




CHtOQiBt 



(ID 



(EtOAc). II was also prepd. in 80% yield by oxidizing I with 
HiOt in EtOH. Heating a soln. of 1.5 g. II in 15 ml. 3% ale. 
KOH 4-5 min. on a water bath and neutralizing with ale. HC1 
gave 88% yield of 10-carboxymethylphenothiazine 5-oxide, m. 
239-40° (AcOH). A soln. of 3 g. I in 15 ml. dioxane was treated 



gave 85% l-cyanofluorenone f m. 180-80.5 \ also formed in 10% 
yield in ale. NaOH. Sapon. with ale. alkali gave ftuorenone-1- 
— carboxylic acid. Similarly, 3-hydrarino-9-methylpyridazino- 
(4,5,6-f»,/|ftuorene hydrate, m. 277.5-8.6°, gave 60% l-cyano-7- 
metliylfiuurunone, m. 209.1-10°. I was unchanged by oxidizing 
agents such as Na f AsO«. II picrate decompd. 221-2°. 

G. M. Kosolapoff 
Synthetic organic chemistry using liquid ammonia alkali 
hydroxide. XIX. New barbituric add synthesis in liquid am- 
monia-alkali hydroxide. 8. Synthesis of othylnlbvidlimino- 
b orb i tunc add by the condensation of othylalkylmalononitrilo 
with urea. Kotaro Shi mo and Toshio Kawasaki (Natl. Defence 
Acad., Yokosuka, Japan). Kogyo Kogaku Zaszhi 67(4), 574-6 



with 8 ml. 30% aq. H,Oi during 2 hrs. The mixt. was then — (1964); cf. CA 58, 9072A. A reaction between 0.05 mole EtHC 



heated another 2 hrs. and cooled to yield 93% 10-carbethoxy- 
methylphenothiazine 5-dioxide (III), m. 163-4° (EtOAc); III 
hydrolyzed as above gave the corresponding acid, m. 262-3.5°. 
To a soln. of 2 g. I in 20 ml. glacial AcOH was added 1 ml. 
fuming HNOt and 2 hrs. later another 1 ml. The mixt. was 
stored overnight and stirred into 100 ml. HiO; the resulting ppt. 
was recrystd. from EtOH to yidd 90% nitro deriv. of II, m. 171- 
2°, which upon hydrolysis gave the add, m. 222-3°. The 
nitro deriv. of III was prepd. by nitration of III in the cold or by 
nitration of II under reflux followed by oxidn. with aq. HtO». 

Treatment of I with 8 ml. fuming HNOt as above yielded 92% 

di nitro deriv. of II, m. 220-2°, which upon oxidn. with aq. H f Oj 
gave the dinitro deriv. of HI, tn. 239-40°. G. H. Meguerian 

Action of nitric add on pdybromophenothiazinea. Come! 
Bod en, V. Farcasan , and I. Oprean (Chem. Inst., Cluj, Romania). 
Zh. Obskch, Khim, 34(7), 2369^71(1964); cf. CA 55, 5506. 
Nitration of polybromophenothiazine-5,5-dioxide$ in fuming e 
HNO» with ice cooling, followed by 12 hrs. at room temp., gave 
the following products: l,9-dibromo-3,7-dinitrophenothiarine 
5, 5-dioxide, m. 305°, formed from 1,3,7,9-tetrabromopheno- 
thiazine dioxide or 1,3,7,9-tetrabromophenothiazme; 1,3,7,9- 
tetranitrophenothiazine 5, 5-dioxide, ra. 344-5°, formed from _ 
3, 7-dibrocnopheno thiamine 5,5-dioxide, or 3,7-dibromopheno- 
thiazine; l-bromo^3 t 7,9-trinitrophenothiazine 5,5-dioxide, m. 
311-12°, formed from 1 ,3, 7-tribromopheno thiamine 5,5-dioxide 
or 1,3,7-tribromophenothiarine; l-nitro-3,7~dibroxnophenothia- 
zine 5,5-dioxide, m. 297-8°, formed from 3,7-dibromopheno- 
thiazine 5,5-dioxide by heating with fuming HNOi in AcOH 2 / 
min. at reflux. CM. Koslapoff 

Pyridazoneanthxone and its derivatives. I. N. S. Dokuni- 
khin and V. Ya. Fain. Zh, Obshck. Khim. 34(7), 2372-4(1984). 
Refluxing anthraquinone-l-carboxylic acid in aq. KaOAc in the 
presence of NtH<.HtSO« 7 hrs. gave 93% pyridazonean throne _ 
(I, R =• H) (II), m. 426-7°; simple heating of the acid with 
N s H«.H 2 0 3 hrs. gave a 92.5% yidd. Similar reaction of 4- 
aminoanthraquin one- 1 -carboxylic acid gave 85.7% 4-amino- 
pyridazoneanthrone, decompd. 351.5-2.8 , also formed in 74.6% 
yield from 4-nitroanthraquinone-l-earboxylic acid refluxed 1 nr. 
with POft in C©H|, then treated in the cold with N,H<.H t O 1 hr., ff 
followed by reftuxing with dil. NH,OH; the use of N,H«.H,S0 4 9 
gave an 82.7% yield. II nitrated in coned. H*SO« with 98% 
HNO, at 0° 1 hr. gave I (R •=» NOO. decompd. 291.2-3°. which 
with aq. Na»S 1 .6 hrs. at reflux gave 89% I (R - NHt), decompd. 
372-3°, also formed in 91.5% yidd from 5-aminoanthraquinone- 



(CN), (I) and 0.055 mole PhCH,Cl in 110 cc. liquid NH« at 
room temp. 1.5 hrs. gave 78% BtPhCHtC(CN)i. m. 61-1 .5°, 
after evapn. of NHi. extn. with ale, followed by evapn. of ale. 
and washing with water. Similarly were prepd. following 
REtC(CN),(II) (R, b.p., and % yidd given): CH,:CHCH,, 
94-6721. 68; iso-C*H„, 115-16°/20. 47; Pr, 95-6°/20, 57, 



HN 

HN 



)=o tnij 




OV) 



from the reactions of I and the corresponding alky I bromides. A 
reaction of 0.015 mole U (R = PhCHt) with 0.016 mole urea 
in the presence of 0.03 mole NaNH* (or NaOH) in 70 cc. liquid 
NH»atroom temp. 3 hrs. gave 61% III (R = PhCH,), m. 286-6° 
(decompn.), after evapn. of KHi, extn. with ale. and subsequent 
neutralization with AcOH. Also were prepd. following III (R, 
m.p., and % yidd given): iso-Am, 268.5-69° (decompn.), 52; 
CH,:CHCH,, 277.5-78° (decompn.), 57; Pr, 273.5-74° (de- 
compn.), 47, while II (R « H and Ph) did not give 
the corresponding derivs. Ill readily gave the corresponding 
IV when heated with dil. HC1 2 hrs. (R and m.p. given): PhCHt, 
206-7.5°; iso-Am, 154.5-55°; allyl, 157-7.5°; and Pr, 146- 
6.5°. T. Takiguchi 

CmnoUnes. I. N-omdntion of 4-chlorocinnoUne and 4-methoxy- 
cinnoline. Ikuo Suzuki and Toshiaki Nakashima (Natl. Inst. 
Hyg. Sd. Tokyo). Chem, Pharm. Bull. (Tokyo) 12(5), 619-23 
(1964). 4-Chlorocinnoline (I) 1 -oxide, 4-chlorodnnoline 2- 
oxide (II), 4-methoxycinnotine 1 -oxide (III) 4-methoxycinnoline 
2-oxide (IV), 4-ethoxy cinnoline 2-oxide (V), 4-hydroxycinnoltne 
1 -oxide (VI), and 4-hydroxycinnoline 2-oxide (VII) were prepd. 
Treating VII with Mel yielded IV and VI treated with Mel 
yielded III and l-methoxy-4(lri)-cinnoline(VIII). II, m. 150-1°, 
was obtained in 43% yield by treating 7.7 g. chlorocinnoline 
with phthaltc monoperacid in 250 ml. Et«0 2 weeks, evapg. EtiO, 
extg. the residue with CHCU, washing with NaHCOi, and 
recrystg. from C«H«. I, m. 94-4.5°, was obtained in 28% yield 
from C 0 H a , passed through a AI1O1 column, and recrystd. from 
EttO. I gave cinnoline 1 -oxide after hydrogenation, I was also 
obtained by treating 4-nitrocinnoline 1 -oxide with AcCI. V, m. 
190-1°, was obtained in 85% yield by treating a mixt. of 0.2 g. 
II with NaOEt in EtOH contg. 29 mg. Na on a steambath, 



1-carboxylic acid, via the route used above for prepn. of U. I-^PS- ? tOH - Wlth CH CI „ passing the mixt. through a 

(R - NH.) was also formed by treatment of 5-nitroanthraqui- column - ^^J' fr .°Pl C * H - cinnoline 2- 

none-l-carboxylic acid with PCI. and N,H 4 , as shown above, the ***** ™ ; 122-3°, in 31% yield upon hydrogenation. After 

evapn. of the solvent from the hydrogenation, V,m. 190-1 , 19% 
yield was isolated. HI, m. 100-6°, 77% yield was obtained by 
heating a mixt. of 0.2 g. 1, 2 ml. MeOH, and NaOMe on a steam - 
bath 30 min., the MeOH evapd., and the residue extd. with CH- 
Cli, passed through a AliO» column, and recrystd. from iso- 
PrtO. A mixt. of 0.2 g. 4-nitrocinnoline 1 -oxide with 2 ml. 
MeOH contg. some NaOMe was heated on a steambath 30 min. 
to yield III in 65% yield. IV, m. 176-7°, 92% yidd was obtained 
from II by the same method of prepn. as for III. IV was also ob- 
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results in an extremely thick viscous mass from which 
filaments can be drawn which when stretched possess con- 
siderable tensile strength. On heating to 120°, the fila- 
ments can be tempered and the formation of crystallites 
observed. The cryst. polyester melts at 230-1° and has a yellow 
HsO-absorption capacity. P. V. Bonsignore 

Porygiycol ether derivatives as leveEsg agents. C I B A 
Ltd. (by Otto Albrecht). Ger. 1,060,595, July 2, 1959 



5f! 12868 tj C Vol.55 

2 ( 8^henyUnthra-l^9'(A0.10XW.5'-<^ipyrida2one ( green- 
ish yellow, 391-3° (o-CltCarL (HI)]; 2,oMi-Molylanthra- 
I'^'C^.lOXiVJ^'-dipyridazone, — , <390 6 ; 2,8-bis(2- 
chlorophenyl)anthra-r,9'( N), 10'( N) $ 5 '-dipyridaxone, pale 
400°; 2,8-bis(2 f 5-dichlorophenyl)anthra.r,9'(^), 

432°; 2,8-dibutyl- 
.ne, yellow, 185-6° (Et- 
( N) ,4'-dipyridazone. 



(CI. 39c). Ethylene oxide is treated with bases having the u S&t greenish yellow, 394.5-6° (HI); anthra-r,9'(iV),10'- 
general formula HiNIR(NHR)«-iHN1 p _ 1 H, in which ~ W»5'-dipyridazoue, light brown, >400°; 2,8-bis(2,d-di- 
R is alkylene, m and p are 1 or 2 each, and in which at least methylphejiylJanthra-r^^^JJO^TVJ.S'-dipyridazone, light 
1 H atom and at least 2 aliphatic or cycloaliphatic (together yellow, 369° (HI); 2,8-bis(2-hydroxyethyl)anthra-l' f 9'(iV),- 
contg. at least 20 C atoms) groups are bound to N atoms, so 10'(iV),5'-dipyridasone # yellow, 307° (III); 2-(2,6-dimethyl- 
that at least 1 hydrocarbon group and at most 1 acyl group k phenyI)anthra-l' ( 9'(iV),10'(#),5'-dipyridazone, — , 34&- 
is derived from a fatty acid or cycloaliphatic monocarboxylic 50° 2,8-bis(2,6-diethyIphenyl)anthra-l',9'(*V).10'- 
acid. Di-*-decylamine (I), di-*-hexadecylamine (II), and (tf)»5'-dipyridazone, pale yellow, 362°; 2-(2,6-diethylphen- 
the reaction products of w-olkylpropylenediaraines with ylJanthra-l'.g^.VJ.lOX^J.S'-dipyridazone, — , 300°; 2,8- 
higb-mol.-wt. fatty acids are suitable raw materials which are bi^o-broraophenyOanthra-r.OX^J.lOX-VJ^'-dipyridazone, 
treated with ethylene oxide until the product contains 40-100 — cream. — ; 2-(6-chloro-2-methylphenyl)anthra-l ',9'( *V), 
CHaCHjO groups. For example, 30 parts of a mixt. of 10'(iV),5'-dipyridaione. — , 349°; 2^6-chloro-2-methyl- 
secondary amines with unbranched alkyl groups contg. phenyl)anthra-^9X#)-py^^ acid, pale 

dioctylamine 8, I 9, didodecylamine 48, dhetradecylamine 
18, II 8, and dioctadecylamine 10% is heated in N stream - 
at 120°. After the addn. of 0.3 part metallic Na, 212 parts 
ethylene oxide is passed in. The polyglycol deriv. obtained 
forms a wax, sol. in HiO, It is suitable as a leveling agent 
for acid wool dyes. R. Degenkolbe 



yellow, 305°; 2-(2 ( 6^d]chlorophenyl)anthra-l',9'(isr);iO'- 
(Ar),5'-dipyrida2one, yellow, 379° (III); 2-(2,6-dichloro- 
pheny 1 )anthra- 1 ',9 '( iV)-pyridazone-5 '-carboxylic acid , pale 
gray, 325°; anthra-^9'(tf)-pyrid^zone-5'-carboxylic acid, 
yellow, 389°; 2-(2,6-dimethylphenyl)-7-butylanthra-l',9'- 
(Wl0'(#),4'-dipyridazone, pale yellow, 240-2°; 2-(2,6-di- 



Optical bleaching agents. Otto Dann. Ger. 1,063,571, -|^ y ^^ 

Fluorescing 2^71^,5-041120^01 ycUow ' ; 2,7^iibutylanthra-l',9X 



Aug. 20, 1959 (QT Si) 

phene 1,1-dioxides and their derivs. are useful as optical 
bleaching agents. They are obtained by condensation of A \n 

aryl mercaptans with halomethyl aryl ketones and sub- A 7if\ in//\n a* j- ^ i n ■ i-qo 

»nnpnt ^rJkA^^*\^ ~t *u Q ™;u; M *u« -*u o t d ( tf),10'( #),4'-dipyndazone, pale yellow, 3o8° 



i'(JV}.10'(A r ),4'. 

dipyridazone, pale yellow, 183* (IH); 2,7-bis(a-chlorophen- 
yOanthra-l'.gTA^J.lOX^VJ^'-dip^azone, pale cream, 
and 2,7-bis(2,6-dimethylphenyl)antlira-l',9' 

sequent condensation of the resulting "thio ethers to 2-aryl- d WWIW'*'***- . 

4,5-benzothiophenes that are oxidized by 30% HtOt in lm JunK 

AcOH to the corresponding dioxides. Thus, 10 parts of a Resin treatment of cellulosic textile fabrics. Tootal 
0.1% dioxane soln. of 2-phenyl-4,5-beuzothiophene 1,1- Broadhurst Lee Co. Ltd. (by Wallace Taylor and Richard E. 
dioxide in 400 parts of H t O contg. 1 part of an emulsifier, — Hunt). Brit. 855,509, Nov. 30, 1960. Division of Brit. 
3 parts 10% HCO»H, and 10 parts of polyethylene terc 827*647 (CA 54, 115066). Native cellulosic textile fabrics 
phthalate) yarn was boiled for 1 hr., rinsed, and dried. having valuable tear strength and crease resistance when dry 

Heinz Sontag are obtained by coreaction of resin-forming condensation 
AnthradipyridxLZones and their use in polymeric materials P rcducts of rnelaraine and HCHO or derivs. of such condensa- 
as optical bleaching agents. Imperial Chemical Industries * Uoa P roducts with a textile lubricating agent contg. an 
Ltd. (by Francis Irving, Charles H. Reece, Neil Munro, and ?S£ e J^P' , Usc of the textiie lubricant permits ratios of 
Robert H. Wilson). Brit. 838,904, June 22, 1960. Anthra- HCH 0 to melamine >3: 1 (but preferably <6: 1) in forma- 
l'9'(^),10',(iV),4'(or S'Hlpyridazones of the general tlon of thc condensation product. The higher HCHO: 
formula I, where X and Y are H or univalent org. radicals, — melamine ratio results in improved dry crease resistance of 

the treated fabric without serious loss in tear strength which 
X would result if the textile lubricant were absent. Thus, 163 

parts by wt. of a 40% aq, HCHO soln. was neutralized to 
pH 7.0 and 5.25 parts of 4% NaOH added. Melamine (42 
/ parts) was added and the mixt. stirred rapidly while 300 parts 
H«0 at 50° was poured in. As soon as the melamine had 
dissolved, the soln. was cooled and adjusted with dil. HC1 
to pH 7.0. NH4H1PO4 (5 parts) was added and the mixt. 
dild. to 12% solids. To 100 parts of this mixt., 2 parts 
Sapamine WP (a hydroxymethyl deriv, of a condensation 
product of a higher fatty acid chloride with a polyethylene 
polyamine) was added. A cotton poplin fabric padded 
through this mixt. to a wet pick-up of 50% was dried at a 
a low temp., then heated for 3 min. at 150°. After scouring, 
rinsing, and drying, the treated fabric had a resin content of 
5%.^ This fabric had good strength against ripping and 
required less ironing than untreated material or fabric 
treated with a 3:1 mole ratio HCHO: melamine product. 
Similar textile- treating, resin-forming condensation products 
are obtained by combination of a urea-HCHO precondensate 
with hexakis(methoxymethyl)meIamine (I) (HCHO: mel- 
amine ratio 6: 1) and Phototex FT, a bis( hydroxymethyl )- 
stearylmelamine, or by the combination of I with mono- 
hydroxymethyl)stearamide. Both treatments, catalyzed by 
NH 4 HiP04, impart to cellulosic fabrics good strength and an 
improvement in crease resistance. P. V. Bonsignore 

Dyed fibers and films of cellulose. Badische Anilin- & 
Soda-Fabrik Akt.-Ges. (by Julius Eisele, Wilhelm Federkiel, 
Arnold Tartter, Gunter Lange, Gunter Krehbiet, and Hans 
W. Stein). Brit. 858,737, Jan. 11, 1961. Dyeings and 
prints having very good fastness to light, wet treatment , and 
rubbing can be produced on fibers and films of cellulose by 
using dyes of the tetraazaporphine series of the general 
formula A(SO|H)a(XNHCOZ)«, in which A is a tetraazapor- 
phine radical, X a bivalent radical of the general formula 
— CH»B(OH)(SOiH)— , E an aromatic radical which con- 
tains a mono or bicyclic nucleus, m a whole no*, from 1 to 8, 




are useful as optical bleaching agents for high polymers such 
as polyethylene terephthalate), poly(hexamethyleneadipa- 
mide), polycaprolactam, and cellulose acetate. The bleach- ™ 
ing agents may be added to the polymer which is then melted 
and cast or spun, or the compds. may be mixed with the 
monomers prior to polymerization as in the case of poly- 
ethylene terephthalate). For example, 2 parts 2-butyl- ^ 
anthra-l'.O^iVVpyridazone-S'-carboxvlic acid (Il)and 1 part 
2,6-MejCoHiNHNHi were heated at 220° for 30 min. , cooled, 
stirred with 100 parts boiling 1% aq. NaOH, filtered, the 
ppt. stirred with 100 parts 1% HC1, and filtered to give pale 
yellow 2-(2,6-dimethylphenyl)-8-butylanth^a-l^9 ; (iV),10 , — 
(^),5'-dipyridazone, m. 198-200° (EtOH). 1,5-Anthra- 
quinonedicarboxylic acid (10 parts). 3 parts BuNHNHt, and 
1.3 parts NaOH were heated at 200° for 15 min., cooled, 
stirred with 200 parts boiling 1% aq. NaOH, filtered, 20 . 
parts NaCl added to the filtrate, filtered, the ppt. dissolved * 
in 300 parts H s O, and acidified to ppt. II, m. 250°. Simi- 
larly prepd. were the following agents and intermediates 
(color and m.p. given): 2-( 2, 6-di methyl phenyl )an thra- 
l',9'(/V)-pyridazone-5 '-carboxylic acid, pale yellow, 310-12°; 
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results in an extremely thick viscous mass from which 
filaments can be drawn which when stretched possess con- 
siderable tensile strength. On heating to 120°, the fila- 
ments can be tempered and the formation of crystallites 
observed. The cryst. polyester melts at 230-1° and has a 
HjO-absorption capacity. P. V. Bonsignore 

Polygh ^ol ether derivativeo as leveling agents. C I B A 
Ltd. (by Otto Albrecht). Ger. 1,060,595, July 2, 1959 
(CI. 39c . Ethylene oxide is treated with bases having the 
general formula H»N[R( NHR)n_ iHN] p_ iH, in which" 
R is alkylene, m and p are 1 or 2 each, and in which at least 
1 H atom and at least 2 aliphatic or cycloaliphatic (together 
contg. at least 20 C atoms) groups are bound to N atoms, so 
that at least 1 hydrocarbon group and at most 1 acyl group 0 
is derived from a fatty acid or cycloaliphatic monocarboxylic 
acid. Di-n-decylamine (I), di-*-hexadecylamine (II), and 
the reaction products of f*-alkylpropylenediamines with 
high-mol.-wt. fatty acids are suitable raw materials which are 
treated with ethylene oxide until the product contains 40-100 — 
CH 9 CHiO groups. For example, 30 parts of a mixt. of 
secondary amines with unbranched alkyl groups contg. 
dioctylamine 8, I 9, didodecylamine 48, dhetradecylamine 
18, II 8, and dioctadecylamine 10% is heated in N stream , 
at 120°. After the addn. of 0.3 part metallic Na, 212 parts c 
ethylene oxide is passed in. The polyglycol deriv. obtained 
forma a wax, sol. in HjO. It is suitable as a leveling agent 
for acid wool dyes. R. Degenkolbe 

Opt* 2J bleaching agents. Otto Dann. Ger. 1,063,571,— 
Aug. i/ . 1959 (CI. 8»). Fluorescing 2-aryl-4,5-benzothio- 
phene ^1-dioarides and their derivs. are useful as optical 
bleaching agents. They are obtained by condensation of 
aryl mercaptans with halomethyl aryl ketones and sub- j 
sequent condensation of the resulting thio ethers to 2-aryl- 
4,5-benzothiophenes that are oxidized by 30% HrOi in 
AcOH to the corresponding dioxides. Thus, 10 parts of a 
0.1% dioxane soln. of 2-phenyl-4 f 5-beuzothiophene 1,1- 
dioxide in 400 parts of HtO contg. 1 part of an emulsifier, _ 
3 parts 10% HCOtH, and 10 parts of polyethylene tere- 
phthalate) yam was boiled for 1 nr., rinsed, and dried. 

Heinz Sontag 

Anthradipyrid&zones and their use in polymeric materials e 
as optical bleaching agents. Imperial Chemical Industries 
Ltd. (by Francis Irving, Charles H. Reece, Neil Munro, and 
Robert H. Wilson). Brit. 838,994, June 22, 1960. Anthra- 
l'9'(tf).10',(tf),4'(or 5')-dipyridazones of the general 
formula I, where X and Y are H or univalent org. radicals, — 




are useful as optical bleaching agents for high polymers such 
as poly( ethylene terephthalate), poly(hexamethyleneadipa- 
mide), polycaprolactam, and cellulose acetate. The bleach- 
ing agents may be added to the polymer which is then melted 
and cast or spun, or the corapds. may be mixed with the 
monomers prior to polymerization as in the case of poly- 
(ethylene terephthalate). For example, 2 parts 2-butyl- ^ 
anthra-l , ,9'(iv')-pyridazone-5 / -carboxylic acid (II) and 1 part 
2,6-MeiCoNiNHNHt were heated at 220° for 30 min., cooled, 
stirred with 100 parts boiling 1% aq. NaOH, filtered, the 
ppt. stirred with 100 parts 1% HC1, and filtered to give pale 
yellow 2-(2,6-dimethylphenyl)-8-butylanthra-l',9'(iV) > 10'- — 
(iV),5'-dipyridazone, m. 198-200° (EtOH). 1,5-Anthra- 
quinonedicarboxylic acid (10 parts), 3 parts BuNHNHt, and 
1.3 parts NaOH were heated at 200° for 15 min., cooled, 
stirred with 200 parts boiling 1% aq. NaOH, filtered, 20 . 
parts NaCl added to the filtrate, filtered, the ppt. dissolved * 
in 300 parts HiO, and acidified to ppt. II, m. 250°. Simi- 
larly prepd. were the following agents and intermediates 
(color and m.p. given): 2-(2,6-dimethylphenyl)anthra- 
1 ',9'( iY>pyridazone-6'-carboxylic acid, pale yellow, 3 10-12° ; 



2 ,8-diphenylanthra-l ',9'( N), 10'( N),5 '-dipyridaxone, green- 
ish yellow, 391-3° [o-ChCorL (m)]; 2,8-di-Molylanthra- 
l',9'(^),10'(iV),5'-dipyridazone, — , <390°; 2,8-bis(2- 
chla^ophenyI)anthm-1^9'(iV*) ( 10XiV'),5'-dipyridazone ) pale 
yellow 400°; 2,8-bis(2.5-dkhlorophenyl)anthra-l / ,9'(^). 
iO'W.S'-dipyridazone, pale yellow, 432°; 2,8-dibutyl- 
anthra-l^XW.lO'tW.S^pyridazone. yellow, 185-6° (Et- 
OH); 2,7-diphenyUnthra-l r ,9XiV*).10'(JV),4Mipyridazone. 
light greenish yellow, 394.5-6° (HI); anthra-l',9'(A0,10'- 
(JV),5'-dipyridazone, light brown, >400°; 2,8-bis(2,6-di- 
methylphenyl)anthra-l\9'(iv'),10'(iV),5'-dipyridazone, light 
yellow, 369°(IH); 2,8-bis(2-hydroxyethyl)anthra-l',9'(^) t - 
10'(/V),5'-dipyridazone, yeUow, 307° (HI); 2-(2,6Klimethyl- 
phenyDanthra-l'.gX^JtlOX^VJ^'-dipyridazone, — , 348- 
50° (HI); 2,8-bis(2,6-diethylphenyl)anthra-l',9 / (*V).iO / - 
(7V),5'-dipyridazone, pale yellow, 362°; 2-(2,6-diethylphen- 
yDanthra-l'.9'(iV) f 10'(iV),5'-dipyridazone, — . 300°; 2,8- 
bis( o-broraophen y I )ant hra- 1' ,9 '( N) , 10 '( N ),5 '-dipyridaxone , 
cream, — ; 2-(6-chloro-2-methyIphenyl)anthra-r,9'(*V), 
10'(A0,5'-dipyridazone, — , 349°; 2-(6-chloro-2-methyl- 
phenyl)anthra-l',9'(^)-pyridazone-5'-carboxylic acid, pale 
yellow, 305°; 2-(2,6-dichlorophenyl)anthra-l',9 , (iV),10'- 
(iV) t 5'-dipyridazone f yellow, 379° (HI); 2-(2,6-dichloro- 
pheny 1 )anthra- 1 ' ,9 '( iV)-pyridazone-5 '-carboxylic acid , pale 
gray, 325°; anthra-^9'(iV)-pyridazone-5 '-carboxylic acid, 
yellow, 389° ; 2-(2,6-dimethylphenyl )-7-butylanthra-l ' ,9 '- 
(tf)10'(A0,4'-dipyridazone, pale yellow, 240-2°; 2-(2,6-di- 
methylphenyl)-anthra- l',9'(iV)-pyridazone - 4' - carboxylic 
acid, yellow, 283-7°; 2,7-dibutylanthra-r,9'(iV).10'(iV),4'- 
dipyridazone, pale yellow, 183° (HI); 2,7-bis(a-chlorophen- 
ylJanthra-r^X^.lO't^VJ^'-dip^Tidazone, pale cream, 
412-14°; and 2,7-bis(2,6-dimethylphenyl)anthra-l',9'- 
(7v*),10'(tf),4'-dip\Tidazone, pale yellow, 358°. 

I. L. Junk 

Resin treatment of cellulosic textile fabrics. Tootal 
Broadhurst Lee Co. Ltd. (by Wallace Taylor and Richard E. 
Hunt). Brit. 855,509, Nov. 30, 1960. Division of Brit. 
827,647 {CA 54, 11506*). Native cellulosic textile fabrics 
having valuable tear strength and crease resistance when dry 
are obtained by coreaction of resin-forming condensation 
products of melamine and HCHO or derivs. of such condensa- 
tion products with a textile lubricating agent contg. an 
amide group. Use of the textile lubricant permits ratios of 
HCHO to melamine >3:1 (but preferably <6:1) in forma- 
tion of the condensation product. The higher HCHO: 
melamine ratio results in improved dry crease resistance of 
the treated fabric without serious loss in tear strength which 
would result if the textile lubricant were absent. Thus, 163 
parts by wt. of a 40% aq. HCHO soln. was neutralized to 
pH 7.0 and 5.25 parts of 4% NaOH added. Melamine (42 
parts) was added and the mixt. stirred rapidly while 300 parts 
HtO at 50° was poured in. As soon as the melamine had 
dissolved, the soln. was cooled and adjusted with dll. HC1 
to pH 7.0. NHJlsPO* (5 parts) was added and the mixt. 
dild. to 12% solids. To 100 parts of this mixt., 2 parts 
Sapamine WP (a hydroxyrnethyl deriv. of a condensation 
product of a higher fatty acid chloride with a polyethylene 
polyamine) was added. A cotton poplin fabric padded 
through this mixt. to a wet pick-up of 50% was dried at a 
low temp., then heated for 3 min. at 150°. After scouring, 
rinsing, and drying, the treated fabric had a resin content of 
5%. This fabric had good strength against ripping and 
required less ironing than untreated material or fabric 
treated with a 3:1 mole ratio HCHO: melamine product. 
Similar textile- treating, resin-forming condensation products 
are obtained by combination of a urea-HCHO precondensate 
with hexakis(methoxymethyl)melamine (I) (HCHO: mel- 
amine ratio 6:1) and Phototex FT, a bis( hydroxyrnethyl )- 
stearylmelamine, or by the combination of I with mono- 
hydroxymethyl)stearamide. Both treatments, catalyzed by 
NH«HiP0 4 , impart to cellulosic fabrics good strength and an 
improvement in crease resistance. P. V. Bonsignore 

Dyed fibers and films of cellulose. Badische Anilin- & 
Soda-Fabrik Akt.-Ges. (by Julius Eisele, Wilhelm Federkiel, 
Arnold Tartter. Gunter Lange, Giinter Krehbiel, and Hans 
W. Stem). Brit. 858,737, Jan. 11, 1961. Dyeings and 
prints having very good fastness to light, wet treatment, and 
rubbing can be produced on fibers and films of cellulose by 
using dyes of the tetraazaporphine series of the general 
formula A(SO l H) fl (XNHCOZ) (a , in which A is a tetraazapor- 
phine radical, X a bivalent radical of the general formula 
— CHtE(OH)(SOiH)— , E an aromatic radical which con- 
tains a mono or bicvclic nucleus, m a whole no*, from 1 to 8, 
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disperse dyes. I treated with tertiary bases gave quaternary bonate for 2 hrs. at 90-5°, for 2 hrs. at 130-5°, and for 2 hrs. 
ammonium compds., dyeing nitrogenous hydrophobic fibers at 170-6°. The solid reaction product 29.9 is filtered, heated 
in strong yellow shades of good fastness qualities, or con- at 155-60° with iodine 3 and PhNOi 450, Br 12.3 in 
densed with NH» or primary or secondary amines gave PhNOi 60 parts is added; themixt. is stirred for 4 hrs. at 
compds., suitable as disperse dyes. 4- Amino-3 '-hydroxy- a 155-60°. The filtered product of this second reaction 24 
quinophthalone 42.4, ZnCl s 15, PhCl 330, iso-PrOH 32, and is then heated under pressure with aq. NHi 360 and cry St. 
epicblorohydrin (II) 39 parts were reflux ed with stirring for CuS0 4 3 ports to give a product I, which treated with Cl- 
1.5-2.0 hrs., cooled to 10°, petr. ether (III) (b. 30-60°) 400 SOJl, pyridine, and Fe gives the leuco sulfuric ester salt of 
added, the ppt. filtered off, washed with HI 200, and dried at I. 
50° (ZnCU may be removed by exhaustive extn. with water) — 
to give 4^3~ckloro-2-hydroxypropykmino)-3 '-hydroxyquino- 
phthalone (IV), serving both as dye and intermediate. IV 
8.0 in (CH,OH), 220 contg. Me,N 32 parts were heated 
slowly so that the temp, reached 95° in 1 hr. while passing h 
MejN through the soln., the Me»N-flow was then interrupted 
the soln. stirred for 1.5 hrs. at 95°, the cooled mass drowned 
in warm water 300 contg. sufficient HOAc to neutralize the 
soln., and filtered. The filtrate was treated with ZnCli 5 
and NaCl 60 parts, cooled to 0-5°, kept for 20 hrs., the — 
product filtered off, and dried at 50° to give theZn complex 
of the trimethylammonium chloride deriv. of IV. Similarly 
were prepd. the following quaternary compds. (intermediates 
given): IV and Et*N; IV and N(CH 5 CH,OH),; IV and 
EttNCH,CH,OH; IV and PhCH,NMe,; 5 -amino -3' -hy- c 
droxyquinophthalone and II which gave the dye (V); V and 
MeiN, isolated as the ZnCU complex. Cf. C.A. 51, 

14281a; following abstr. Raymond Blocher jj b Hirschhorn 

Dyes of the quinophthalone series. Frithjof Zwilgmeyer— Enhancing the acetate dyeability of vinyiidene cyanide 
(to E. I. du Pont de Nemours & Co.). U.S. 2,818,410, interpolymere. Geo. Gateff and Stephen M. Davis (to B. F. 
Dec. 31, 1957. Dyes of the general formula I were prepd., Goodrich Co.). U.S. 2,819,253, Jan. 7, 1958. Hydrolysisof 
where X is a 0,N or H,N group and Y and Z are H, CI, Br, vinyiidene cyanide-tnterpolymer fibers before dyeing makes 

, it possible to dye the fibers with acetate dyes to the same 
v V? depth as hydrophilic fibers. HgSO< is a particularly effec- 

V^T-OH C ^\ tive catalyst. Thus, to 20% solns. of a vinyiidene cyanido 

II SLph*" 3 r *il vinyl acetate copolymer in (1) acetonitrile, (2) 95% di- 

\ r JL J— X methylformamide and 5% water, and (3) 94% acetone, 5% 

_dimethylformamlde, and 1% H£0 4 , 1% Hg(OAc)» (based 
q on wt. of polymer) was added and stirred for 15 min., fol- 

lowed by the amt. of HtSO» reniiired to react with the Hg 
v ■ ) salt. Thin films were cast from each soln. by pouring on hot 

rr\*_ t j , , , , , . , * plates at 50-60° and evapg. the solvent. Fibers were ex- 

or a Me group. The I dye poly(ethylene terephthalate) e traded from other portions of each soln. after stirring for 3 
fiber, .nylon, cellulose, acetate, and similar hydrophobic hrs. at 00-70°. All of the films were dyed in a satisfactory 
fibers in yellow shades of good fastness properties. 3-Nitro- manner with a bath contg. 6% (based on film wt.) Eastman 
phthalic acid (II) 211, 2-methyW-hydroxy-4-quinolinecar- Blue BLT. Fibers formed from (1) did not dye well; those 
boxy he acid 203 and^Ce^Cl, (HI) 2600 parts were heated from (2) and (3) dyed satisfactorily, (3) being the best, 
for 18 hrs. at 165-70°, the mixt. cooled to room temp., — Thomas A Wilson 

phase to pH 8, the ppt. filtered off, washed with water, and f£3 JkW?; o bSSL^aSb *J?iShHkAfc?SS? 
dried at 100° to gfve I (X - 4-O.N. Y = Z - H)(IV). / S S ^ 813 W4 lfl^flW fSSftS? £fc£?,£ 

S S. £dW ISO "^m^^Jto ^Stotta fi« ° f "Alette* SeSie^tt 22£lU 

1 hr.. the ppt. filtered off, washed with water, and dried at SSSSJSS^hS^^} ^ in „ w 'frV&nT 

100° to siw the- A-n~,;~ n -.i'.}.^,~n~..;.m~*i.ii„i~.. c:™s o-tetraanunoaatmaquinone (II) 10 g., and N,N -bis(2- 
MvwLoreU thT/H Na^^^^^^^: b«^l°*yethyl)piperazirie (III) 40 g. to give mid-blue, 

meat? V bv Im^^' Av^mrvXh^n^ni^^T (CH,CH,QrCCH,Ph)„ the Ms(hexahydrobenzoate) of N.N'. 

carboxylie acid, or 2,8^imethyM-hydr OT y-7-cWoS>^-q U iii- .H^tSS^^SlV!?'^ ^ 

oUnecarboxylic add gave similar dyes. The correspondiii K _ 5i^S^ , 2SSSfV ) ° f (H°CH.CH,),N, the pheny- 
S-OrN isomers were obtained when H was replaced by <£ ! £f r^«n^ fa ^M^ P ^°' Q 0, J he l^ 7 }' 

"aaxs*-- f ■ prewd r ttbstr - T ^^^^x^x^t^t 

Solution dyeing of cuprainmonium rayon. Hin Yukawa, hexamethylene ditsocyanate (VH) and 2 moles V, the ester 
Masatoshi Sakamoto, and Mitsuo Koike (to Asahi Chenucal of 1 mole of VH and 2 moles of VI, the bis(phenylcarbamate) 
Industry Co.). Japan 661 7( '5 5), Sept. 17. The raw cd- * of Bu(HOCH,CH t ),N, the phenylcarbamate of ^hydroxy- 
lulosic matenal (I) used in the cuprammonium process is ethyl) pyrrolidine (VHI) , the ester of 1 mole of methylphenyl- 
dyed by the dyes which can be insolubibzed after absorption ene diisocyanate and 2 moles VHI, the phenylcarbamate of 
or formation on I, e.g., vat dyes, S dyes, or napht hoi dyes. Miethylaniino-^hyc^oxy ethyl) pyrrolidine, and the phen- 
The dyed I or its mixture with undyed I is dissolved in the _ ylcarbamate of (Et.NCH&CHOH. Instead of II various 
cuprammonium soln. and spun in the ordinary manner, other aminoanthraquinones are also used. 
The dye in the spinning soln. and the fibers are very fine Myrow N Lugasch 

£^ d ^ h T e ^ e^^? 11 <££y* 4 ^er than in ordi- Optical bleaching agents. Ren* M. H. V. de Saint Aunay 
fi^fnT ' Md lt IS notdlssolved out dunng spinning and . and Maurice LTLefebvre (to Compagnie fr^se des 
finishing. Ryotaro Ito * matures colorantes). U.S. 2,813,864, Nov. 19, 1967. Op- 

Dyes Of the dibenzanthrone scries. Wflhelm Schmidt- tical bleaching agents of the general structure I have been 
Nickels (to General Aniline & Film Corp.). U.S. 2,819,270, prepd., in which A is an alkylene group, R is a COOH group 
Jan. 7, 1958. Black vat dyes of good stability are prepd. by or its salt, S and S' areH, SO^H, or COOH groups, X is ah H, 
heating PhNOi, aminodibenzan throne, and chloroethyl car- alkyl, or hydroxyalkyl group, Y is an acylamino, substituted 



